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I.   On  Refiexion  from  Liquid  Surfaces  in  the  Neighbourhood  of 
the  Polarizing  Angle.     By  Lord  Rayleiqh,  Sec.  R.S.* 

BY  the  experiments  of  Jamin  and  others  it  has  been 
abundantly  proyed  that  in  the  neighbourhood  of  the 
polarizing  angle  the  reflexion  of  light  from  ordinary  trans- 
parent liquids  and  solids  deviates  sensibly  from  the  laws  of 
Fresnel,  according  to  which  the  reflexion  of  light  polarized 
perpendicularly  to  the  plane  of  incidence  should  vanish  when 
the  incidence  takes  place  at  the  Brewsterian  angle.  It  is 
found,  on  the  contrary,  that  in  most  cases  the  residual  light  is 
sensible  at  all  angles,  and  that  the  change  of  phase  by  180^, 
which,  according  to  Fresnel^s  formula,  should  occur  suddenly, 
in  reality  enters  oy  degrees,  so  that  in  general  plane-polarized 
light  acquires  after  reflexion  a  certain  amount  of  ellipticity. 
Althougn  Jamin  describes  the  non-evanescence  at  the  polar- 
izing angle  and  the  ellipticity  in  its  neighbourhood  as  ''  deux 
ordres  de  ph^nom^nes  de  nature  diff^rente/'  it  is  clear  that 
they  are  really  inseparable  parts  of  one  phenomenon.  If  we 
suppose  the  incident  light  polarized  perpendicularly  to  the 
plane  of  incidence  to  be  given,  the  vibration  which  determines 
the  reflected  light  at  various  angles  may  be  represented  in 
amplitude  and  phase  by  the  situation  of  points  relatively  to 
an  origin  and  coordinate  axes.  Thus,  according  to  FresnePs 
formuk,  the  locus  of  these  points  is  the  axis  of  abscissae  X  X^ 

*  Communicated  by  the  Author. 
PhU.  Mag.  S.  5.  Vol.  33,  No.  200.  Jan.  1892.  B 
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itself,  the  point  0  corresponding  to  the  polarizing  angle,  at 
which  the  reflexion  yanishes,  and  in  passing  which  there  is  a 
sadden  change  of  phase  of  180^.  If  the  reflexion  remains 
finite  at  all  angles,  the  curve  in  question  meets  the  axis  Y  Y' 
at  some  point  r,  not  coincident  with  0,  and  the  correspond- 
ing phase  differs  by  a  quarter-period  from  the  phases  met 


O 


with  at  a  distance  from  this  angle.  So  far  as  experiment 
can  yet  show,  this  curve  may  be  a  straight  line  parallel  to 
X  X ,  and  at  a  short  distance  from  it.  If  it  lie  above  X  X^ 
the  reflexion  is  what  Jamin  characterizes  as  positive  ;  if  below, 
the  reflexion  is  negative. 

To  this  order  of  approximation  the  behaviour  of  a  trans- 
parent body  reflecting  light  of  given  wave-length  is  determined 
by  two  constants,  (1)  the  refractive  index  /i,  and  (2)  the 
intensity  of  reflexion  at  the  angle  tan^V  when  the  light  is 
polarized  perpendicularly  to  the  plane  of  incidence.  The 
most  convenient  form  of  the  secona  constant  for  experimental 
purposes  is  the  ratio  of  reflected  amplitudes  for  the  two  prin- 
cipal planes  when  the  light,  incident  at  the  angle  tan"  V,  is 
polarized  at  45^  to  these  planes.  It  may  be  called  the 
ellipticity,  and,  after  Jamin,  will  be  denoted  by  k.  According 
to  Fresnel  i=0 ;  but  Jamin  found  for  water  i=  —'00577,  and 
for  absolute  alcohol  ^=  +  *00208.  Contrasting  liquids  with 
3olids,  he  remarks*,  '^  on  vient  de  voir  que  leur  polarisation 
est  elliptique,  et  qu'il  est  impossible  den  trouver  la  cause 
dansune  constitution  mol^culaire  anormale.^'  And,  again : — 
'^  n  est  jusqu'k  present  impossible  de  constater  une  relation 
simple  entre  la  valeur  du  coefficient  h  et  I'indice  de  refraction; 
tout  porte  k  croire,  au  contraire,  que  ces  deux  constantes  sont 
ind^pendentes.  Tune  de  I'autre.     MaiS;  k  d^faut  de  loi  pre- 

*  ''  Mtooire  ^ur  la  reflexion  de  la  Lumi^re  k  la  •orlace  des  Liquidee/' 
Arm.  aUm,  xxii.p.  165  (1851). 
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cise,  on  peat  remarquer  une  tendance  da  coefficient  k  k 
diminaer  avec  I'indice^  et  quand  celai-ci  est  approximative- 
ment  ^gal  k  1'45,  k  est  nol :  I'indice  continoant  a  d^croitre, 
le  coefficient  k  reprend  des  valears  sensibles  et  croissantes/' 

Since  the  time  of  Jamin  many  valaable  observations  apon 
reflexion  have  been  made  by  Qoincke  and  others,  which  it  is 
not  necessary  for  my  parpose  farther  to  refer  to.  In  1889* 
Drade  made  the  very  important  observation  that  the  ellip- 
ticity  of  a  freshly  split  surface  of  rock-salt  is  very  small,  but 
that  it  rapidly  increases  on  standing.  And  he  concludes 
generally  that  soUd  bodies  reflect  from  natural  cleavage  sur- 
faces according  to  the  laws  of  Fresnel.  It  is  remarkable  that 
fluids  are  excluded  from  this  statement.  Indeed  Drude  ex- 
pressly remarks  that  in  fluids  the  natural  surface-sheet,  which 
forms  the  transition  from  one  medium  to  another,  exercises 
an  essential  influence  upon  the  reflexion. 

Nearly  contemporaneously  with  Drude's  observation  I  made 
a  first  attempt  to  examine  whether  the  different  behaviour 
which  Plateau  found  for  water  and  for  alcohol  in  respect  of 
superficial  viscosity,  and  which  I  was  disposed  to  attribute 
to  surface  contamination,  corresponded  to  anything  in  the 
phenomena  of  reflexion  near  the  polarizing  angle,  but  at 
that  time  1  was  misled  by  a  faulty  nicol,  and  failed  to  observe 
anything  distinctive.  Subsequently,  having  proved  that  the 
superficial  viscosity  of  water  was  due  to  a  greasy  contamina- 
tion, whose  thickness  might  be  much  less  uian  one  millionth 
of  a  millimetre,  I  too  ^tily  concluded  that  films  of  such 
extraordinary  tenuity  were  unlikely  to  be  of  optical  importance, 
until,  prompted  by  a  remark  of  Sir  G.  Stokes,  I  made  an 
actual  estimate  of  the  effect  to  be  expected,  tiie  thickness 
required  to  stop  camphor  movements,  viz.,  2  x  10~~^  centim., 
is  about  ^^  of  \j>.  This  will  be  one  factor  in  the  expression 
for  the  amplitude  of  reflexion  doe  to  grease.  There  will  be 
another  somewhat  small  factor  expressive  of  the  difference  of 
optical  quality  between  grease  and  water  ;  so  that  the  intensity 
of  reflexion  at  the  polarizing  an^le  mi^ht  on  this  view  be  of 
the  order  10~*,  or  10"^,  a  quantity  quite  appreciable,  when 
the  incident  light  is  from  the  sun.  Thus  encouraged,  I  re- 
turned to  the  attack,  and  on  October  2nd,  1890,  examined  the 
image  of  the  sun  as  reflected  from  water  at  the  polarizing 
angle.  The  arrangements  were  very  simple.  Sunlight  re- 
flected horizontally  into  the  dark  room  from  a  heliostat  out- 
side was  again  renected  downwards  by  an  adjustable  mirror. 
The  water  was  Contained  in  a  large  porcelain  dish  to  the 

*  Wied.  Ann,  xxxvi.  p.  632. 
B2 
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depth  of  about  an  inch,  and  at  the  bottom  of  the  dish  was 
placed  a  piece  of  darkly-coloured  glass,  not  quite  horizontal, 
with  the  view  of  annulling  the  diffuse  reflexion.  The  reflected 
image  was  observed  with  a  nicol,  from  which  the  glass  covering 
disks  had  been  removed,  simply  held  in  the  hand.  The 
appearance  of  the  dark  spot,  brooght  to  the  centre  of  the 
sun's  disk,  was  at  once  recognized  to  be  dependent  upon  the 
conditit>n  of  the  water- surface.  When  the  surface  was  clean, 
the  spot  was  dark  and  its  width  (in  the  plane  of  incidence) 
was  about  ^  or  ^  of  the  solar  diameter.  Moreover  there  was 
a  strong  appearance  of  colour,  brown  above  and  blue  below, 
evidently  due  to  the  dependence  of  the  polarizing  angle  upon 
the  wave-length  of  the  light.  But  when  the  surface  was 
greasy,  even  although  camphor  fragments  still  rotated  briskly^ 
the  band  lost  its  darkness,  became  diffuse,  and  showed  but 
little  colour.  When  the  greasy  film  was  about  sufficient  to 
stop  the  camphor  movements,  the  contrast  with  the  effect  of 
clean  water  was  very  marked*. 

The  surface  was  cleansed  by  the  aid  of  the  expansible  hoop 
employed  in  my  former  experiments.  This  is  made  of  very- 
thin  sheet  brass,  about  2  inches  wide.  It  is  placed  upon  the 
water,  already  reasonably  clean,  in  its  contracted  condition,  so 
that  the  area  enclosed  is  but  small.  When  it  is  opened  out, 
say  to  a  circle  of  about  10  inches  diameter,  the  internal  sur- 
face of  the  water  is  rendered  more  clean,  and  the  external  less 
clean,  than  before.  To  get  the  best  result  it  is  desirable  to  go 
through  the  operation  of  expanding  two  or  three  times,  pro^ 
bably  because  the  cleaned  water-surface  acquires  grease  from 
the  internal  surface  of  the  brass  hoop.  It  will  be  evident  that 
the  action  depends  upon  the  hoop  not  being  completely 
wetted  t.  Otherwise  the  grease  could  repass  from  the  out- 
side back  into  the  interior.  For  this  reason  the  hoop  cannot 
be  expected  to  succeed  with  liquids  like  alcohol. 

By  taking  advantage  of  the  apparent  motion  of  the  sun  in 
altitude,  these  observations  may  be  repeated  in  summer  with- 
out any  heliostat,  or  reflexion,  other  than  that  of  the  water 
itself.  Thus  on  June  26  the  dish  was  placed  on  a  table  below 
the  window  of  an  undarkened  room,  and  the  passage  of  the 
spot  across  the  sun's  disk  was  watched.  The  spot  was 
central  at  about  4**  0%  and  the  instant  of  centrality  could  be 
determined  to  within  10*,  and  probably  to  within  5\  On 
August  15,  when  the  sun's  motion  in  altitude  was  slower, 

•  Pha.  Mag.  November  1890,  p.  400. 

t  Since  imperfect  wettiog  must  be  attributed  to  residual  grease,  it 
would  appear  that  the  operation  of  the  hoop  is  incomplete  at  best  Never- 
theless, It  is  a  very  useful  and  convenient  appliance. 
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centrality  occurred  at  about  3^  10™,  and  the  precise  instant 
was  less  well  determined. 

To  see  the  band  at  its  best  requires  an  unusually  good  nicol. 
Whether  on  account  of  residual  defects  in  the  nicols,  or  in 
the  lenses  oF  ray  eyes,  vision  was  improved  by  the  use  of  u 
horizontal  slit,  about  ^  inch  wide,  cut  out  of  black  paper, 
and  attached  to  the  cork  mounting  of  the  nicol  on  the  side 
next  the  eye.  Under  these  conditions  the  band  seen  from 
clean  water  looks  black  and  well  defined,  and  of  width  amount- 
ing to  J  or  J  of  the  solar  diameter.  A  still  further  improve- 
ment sometimes  attends  the  use  of  a  second  nicol,  held  parallel 
to  the  first,  through  which  the  light  passes  before  reflexion 
from  the  water.  With  these  arrangements  the  band  is  visibly 
deteriorated  by  quantities  of  grease  far  less  than  is  required 
to  check  the  camphor  movements. 

It  has  been  mentioned  that  the  dark  band  from  clean  water 
was  fairly  narrow  ;  and  it  will  be  of  interest  to  inquire  what 
is  to  be  expected  upon  the  assumption  that  Fresnel's  formulae 
really  express  the  facts  of  the  case.     We  will  write 

so  that  the  ratio  of  amplitudes  of  the  two  polarized  components, 
corresponding  to  a  primitive  polarization  at  45°,  is 

T/S=^^±J'), (2) 

'  COS  (a— ^i)  ^   ' 

vanishing  when  ^  +  ^i  =  J-w,  that  is  when  tf = tan-^  /i.  We  will 
suppose  that  the  angle  of  incidence  has  approximately  this 
value,  and  write  tf +  5tf,  d^-^hd^  for  0,  6^  respectively.  Thus 
in  the  neighbourhood  of  the  polarizing  angle  the  ratio  is 

«.     ^.^±^^_ 
cos  (^—6^1; 

approximately. 
Now 

sin 6^fi  sin  0^,  cos  6  B9=fi  cos  ffy  S^„ 
so  that 

.>,      costfS^      sin^iS^      B0 
fi  COS  Ui        fi  Sin  0        fi^ 
Hence 

T/S--      ('^'+^)«^  f•.^ 
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For  water 

/ip=l-3336,  5=tan-V=53^8',  ^i=36°52'; 
and 

T/S= 1-627  S<?, (4) 

T^/S^ = 2-649  (S<?)' (5) 

Let  tts  calcniate  the  ratio  corresponding  to  the  npper  or 
lower  limb  of  the  sun  when  the  spot  is  central ;  that  is,  let  h0 
be  the  angular  radius  of  the  sun,  whose  value  in  minutes  is 
16.     Thus 

lOWO' 

and  corresponding  thereto  from  (5) 

T»/S'=5-74xlO-5 (6) 

The  width  of  the  band  actually  observed  had  been  estimated 
at  about  ^  of  the  solar  diameter,  so  that  at  its  limits 

P/S'=2xl0-«. 

The  band  was  thus  about  as  narrow  as  Fresnel's  fonnula3 
would  lead  one  to  expect,  and  its  deterioration  by  a  film  of 
grease  might  be  anticipated  as  at  least  probable  from  the 
rough  estimate  above  given  of  the  effect  of  such  a  film. 

Tne  results  so  far  obtained  were  already  sufficient  to  show 
that  Jamin's  value  of  *,  viz.  —'00577,  must  be  (numerically) 
much  in  excess  of  the  truth.  For  according  to  it,  since 
P=:3-33x  10~',  the  minimum  illumination  at  the  centre  of 
the  spot  should  be  half  as  great  as  Fresnel's  formulae  make  it 
at  the  limb  of  the  sun,  so  that  the  whole  diameter  of  the  sun 
would  be  almost  equally  obscured.  The  observed  narrowness 
of  the  band,  oven  m  the  absence  of  all  precise  measures,  thus 
constitutes  a  proof  that  Jamin's  *  is  several  times  too  great, 
and  suffices  to  render  it  almost  certain  that  the  water-surface 
with  which  he  worked  was  highly  contaminated. 

It  has  already  been  mentioned  that  a  well-formed  band  was 
attended  with  a  marked  appearance  of  colour.  The  account 
of  this  rendered  by  Fresnel's  formulse  is  quite  satisfactory. 
Let  us  calculate  the  illumination  at  the  centre  of  the  band 
corresponding  to  /a,  due  to  a  change  from  /i,  to  /a  +  S/a,  com- 
paring it,  as  usual,  with  S^.  In  the  differentiation  9  is  to  be 
treated  as  constant,  and  the  change  in  6^^  viz.  S^j,  is  due  to 
hfjk.    From  (2), 

,_    cos(i?r-h8gt)    _  _-S^, 


T/S= 


cos(tf-e,-8tf,)      cos  (^-^i) ' 
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and  the  relation  between  SOi  and  Sfi  is 

cos  01  0^j= 5 J 

A* 

or  S^i=— S/it/^*, 

since  cos  5,  =  sin  0,     Thns 

'        /A*  cos  (a— ^i)  ^  ' 

In  the  case  of  water, 

^=1-341,    /i»=l-331,     S/i=-010, 

From  these  data, 

l?/S»=8-46xlO-»; 

showing  that  if  the  spot  is  central  for  Fraunhofer's  line  B, 
the  illumination  at  the  centre  for  G  is  more  than  half  as  great 
as  is  found  (6)  for  fi  at  the  upper  and  lower  limbs  of  the  sun. 
A  considerable  development  of  colour  is  thus  to  be  expected, 
when  the  band  is  well  formed. 

The  band  may  be  achromatized  with  the  aid  of  a  suitable 
prism,  held  between  the  nicol  and  the  eye,  but  of  course  at 
the  expense  of  introducing  colour  at  the  upper  and  lower 
limbs  of  the  sun.  I  had  at  my  disposal  a  glass  prism  of  10^. 
This  diminished,  but  could  not  annul,  the  colour  when  held 
nearly  in  the  position  of  minimum  deviation  ;  but  by  sufficient 
sloping  the  band  was  practically  achromatized.  When  more 
dispersive  materials,  e.  g.  benzole  or  bisulphide  of  carbon, 
were  substituted  for  water,  the  development  of  colour  is  very 
great,  and  in  the  case  of  the  latter  made  it  impossible  to  judge 
of  the  perfection  of  the  band.  The  above-mentioned  glass 
prism  was  of  course  quite  insufficient  for  compensation. 

The  magnitude  of  these  chromatic  effects  is  given  at  once 
by  Brewster's  law,  which  we  may  write  in  the  form 

tan(tf+Stf)=^+8/A. 
Thus  ^ 

S<?=cos«^8/.=  j^„      .     .     .     •     (8) 

which  gives  the  angular  displacement  of  the  centre  of  the 
dark  band,  due  to  the  change  from  /i.  to  fL  +  Sfi,  Let  ns 
inquire  what  small  angle  (1)  must  be  given  to  a  prism  0/  the 
game  material  in  order  that  it  may  be  capable  of  compensating 
the  colour.  The  deviation  D  is  equal  to  (ft— l)i,  so  that 
SD=SM.e.    Hence,  if  SD«S^, 
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The  necessary  angle  is  thus  independent  of  the  dispersive 
power,  and  does  not  vary  rapidly  with  the  refractive  power, 
of  the  substance.  For  water,  2  =  9/25  in  circular  measure,  or 
about  22°.     For  glass  (yii=l-5)  we  should  have  i  =  18®. 

An  attempt  was  made  to  achromatize  the  band  from  bisul- 
phide of  caroon  with  a  15°  prism  of  that  material.  So  far  as 
could  be  judged  the  colour  was  compensated,  but  the  obser- 
vation was  imperfect  on  account  of  the  insufficient  angular 
magnitude  of  the  solar  disk. 

These  experiments  on  the  achromatization  of  the  band  had 
been  made  in  the  hope  of  thereby  reducing  its  apparent  width, 
seeing  that  according  to  (8)  the  difference  of  position  for  the 
lines  B  and  G  amounts,  in  the  case  of  water,  to  13^,  much 
more  than  the  apparent  width  of  the  band.  But  the  width  of 
the  achromatized  band  could  not  be  set  at  much  less  than  \  of 
the  sun's  diameter*.  It  seems  that  in  estimating  the  dimen- 
sions of  the  uncorrected  band  the  eye  instinctively  allows  for 
the  influence  of  colour. 

In  experimenting  upon  water  various  kinds  were  tried. 
Usually  the  tap- water  (from  an  open  cistern)  behaved  after 
expansion  as  well  as  did  distilled  water.  The  brass  hoop, 
judiciously  applied,  appears  to  be  capable  of  removing  ordi- 
nary surface-contamination  ;  but  the  appearance  of  the  band 
is  liable  to  be  deteriorated  by  suspended  matter,  which  detracts 
from  the  central  darkness.  So  far  as  could  be  judged  by  this 
method  of  observation,  the  best  bands  were  sensibly  perfect. 
There  was  no  evidence  of  any  departure  from  the  law  of 
Fresnel. 

Similar  results  were  obtained  from  other  liquids,  e.  g.  strong 
alcohol,  sulphuric  acid,  benzole.  Special  interest  attached  to 
an  observation  upon  a  saturated  solution  of  camphor,  of  which 
the  superficial  tension  is  much  lower  ('72)  than  that  of  pure 
water.     The  band  was  sensibly  perfect. 

Oleate  of  soda  (|\j)  was  troublesome  on  account  of  the 
ditficulty  of  avoiding  scum.  A  pretty  good  band  could  be 
obtained,  certainly  inferior  to  the  best,  possibly  owing  to 
residual  scum,  but  much  better  than  from  water  gieased  with 
olive-oil  to  the  point  at  which  the  camphor  motions  are  just 
stopped. 

Tiie  results  last  recorded  prove  that  the  optical  effect  is  not 
determined  by  surface-tension,  for  the  tension  of  the  oleate 
solution  is  much  less  than  that  of  any  merely  greased  surface. 
A  similar  conclusion  was  suggested  by  the  observed  difference 

*  A  coloured  glass  is  still  less  eflt^ctive  than  the  compeosatiug  prism. 
A  redaction  in  the  xntcnnity  of  the  light  necessarily  broadens  the  baud. 
A  similar  etiect  occurs  if  the  sun  is  not  quite  clear. 
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of  behaviour  of  various  parts  of  the  same  surface.  A  surface, 
originally  clean,  and  then  greased  with  olive-oil  carried  upon 
a  previously  ignited  platinum  wire,  frequently  showed  streaki- 
ness,  when  the  eye,  observing  through  the  nicol,  as  usual, 
was  focused  upon  the  surface. 

Except  perhaps  in  the  case  of  oleate,  none  of  these  experi- 
mentsy  many  times  repeated,  gave  any  evidence  of  a  real 
departure  of  properly  skimmed  surfaces  from  the  laws  of 
Fresnel ;  and  it  looked  very  much  as  if  all  the  results  enun- 
ciated for  liquids  by  Jamin  were  vitiated  by  the  presence  of 
greasy  films.  That  a  film  of  extreme  tenuity  would  suffice 
was  certain.  The  band  from  water  was  very  obviously  dete- 
riorated by  a  film  of  olive-oil,  which  needed  to  be  condensed 
four  or  five  times  in  order  to  stop  the  camphor  movements. 

But  it  was  impossible  to  rest  here.  It  was  necessary  actu- 
ally to  measure,  or,  if  that  were  not  possible,  to  find  limits  for, 
the  ellipticity  of  the  various  surfaces.  And  for  this  purpose  a 
much  more  elaborate  apparatus  had  to  be  installed. 

Sunlight,  reflected  horizontally  from  the  heliostat,  passed 
through  a  diaphragm  in  the  shutter  of  about  \  inch  diameter, 
and  tnence  to  a  collimating  lens  of  23  inches  focus.  It  was 
next  reflected  in  the  required  oblique  direction  by  an  adjust- 
able mirror,  and  caused  to  traverse  the  polarizing  nicol, 
mounted  in  a  circle  that  allowed  the  orientation  of  the  nicol 
to  be  read  to  a  minute  of  angle.  After  reflexion  from  the 
surface  under  examination  the  light  traversed  in  succession  a 
quarter- wave-plate  and  the  analysing  nicol;  and  Mas  then 
received  into  the  eye,  either  directly,  or  with  the  intervention 
of  a  small  telescope  magnifying  about  twice.  In  either  case 
the  eye  was  focused  upon  the  diaphragm,  which  was  provided 
with  cross  wires  ;  so  that  the  rays  which  fell  upon  any  part 
of  the  retina  constituted  a  parallel  pencil,  not  only  at  the 
surfiice  of  the  liquid,  but  also  in  their  passage  through  the 
uicols  and  quarter- wave-plate.  The  latter  was  of  mica,  and 
both  it  and  the  analysing  nicol  were  mounted  so  Jis  to  be 
capable  of  rotation  about  the  direction  of  the  reflected  ray. 

The  adjustments  were  made  a©  follows.  The  analyser  and 
quarter- wave- plate  being  removed,  the  mirror  and  polarizer 
were  adjusted  until  the  dark  spot  was  central  in  relation  to 
the  cross  wires.  A  rotation  of  the  mirror,  alteinng  the  angle 
of  incidence,  moves  the  spot  vertically,  while  a  rotation  of  the 
polarizer  moves  it  horizontally.  The  zero  for  the  eye-nicol 
could  have  been  found  by  rotating  the  polarizer  and  then 
recovering  the  dark  spot ;  but  in  order  to  avoid  risks  of  dis- 
placement, which  might  be  fatal  in  such  a  delicate  inquiry,  I 
preferred  to  leave  the  first  nicol  untouched^  and  to  depolarize 
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the  light  by  the  introduction  of  a  parallel  plate  of  quartz. 
With  the  aid  of  this  the  analysing  nicol  could  be  set,  and 
then  the  mica.  If,  with  the  quartz  plate  in  action,  the  spot 
is  dark  and  central,  all  is  well  adjusted.  On  removal  of  the 
quartz,  the  band  is  now  seen  in  full  perfection. 

One  of  the  difficulties  in  these  experiments  lay  in  the 
extreme  sensitiveness  of  the  liquid  surfaces  to  tremor,  a  sen- 
sitiveness aggravated  by  the  perfect  cleanliness  required.  It 
had  been  thought  that  it  would  suffice  to  mount  the  apparatus 
upon  a  shelf  attached  to  the  walls  of  the  building,  and  isolated 
from  the  floor*  But  it  appeared  that  the  slightest  touch  upon 
the  tangent-screw  of  the  divided  circle,  such  as  it  is  necessary 
to  make  at  the  moment  of  observation,  entailed  a  most  dis- 
tracting tremor.  A  remedy  was  found  in  suspending  the  dish 
containing  the  liquid  under  examination  independently  from 
the  roof. 

The  work  has  been  greatly  retarded  by  want  of  sunshine. 
In  order  to  be  more  independent,  I  tried  to  work  at  the  Royal 
Institution  by  the  electric  light.  But  it  appeared  impossible 
to  make  any  observations  of  value  on  account  of  the  tremor 
by  which  London  is  pervaded.  Moreover  the  arc-light  is 
very  inferior  to  sunshine  for  such  a  purpose. 

The  theory  of  the  experiment  is  as  follows.  According  to 
FresneFs  formulae  the  ratios  of  the  reflected  to  the  incident 
^dbrations  are,  for  the  two  planes  of  polarization,  T  and  S  ; 
in  which  the  reality  of  T  and  S  indicates  that  there  is  no 
change  of  phase  in  reflexion  (other  than  180^).  The  ellip- 
ticity  is  represented  by  the  addition  to  T  of  iM,  where  M  is 
small  and  i=  V'C— !)•  Thus  if  the  incident  light  be  polarized 
in  the  plane  making  an  angle  a  with  the  principal  planes,  the 
reflected  vibrations  may  be  represented  by 

(T + iM)  cos  a,     S  sin  a. 

By  the  action  of  the  mica,  or  other  compensator,  a  relative 
change  of  phase  y  is  introduced.  This  is  represented  by 
writing  for  S  sin  «, 

S  sin  a  (cos  y  +  t  sin  7). 

Thus  the  vibration  transmitted  by  the  analyser,  set  at  angle  ^3, 
is 

cosacos^  (T  +  iM)  +S  sinasin^  (cosy+tsiny)  ; 

and  the  intensity  of  this  is 

(T  cos  «  cos  /8 + S  sin  a  sin  fi  cos  7)  * 

+  (M  cos  a  cos  ^  +  S  sin  a  sin  /8  sin  7)'.     .     (10) 
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la  order  that  the  light  may  vanish  we  must  have  both 

T+ S  tana  tan iS cos  7=0,     ....  (11) 

M -I- S  tana  tan ^ sin  7=0 (12) 

In  the  neighbourhood  of  the  polarizing  angle,  M,  S  vary 
slowly,  but  T  varies  rapidly.  Hence,  if  7  oe  given,  we  may- 
regard  (12)  as  determining  tan  a  tan  )3,  while  (11)  gives  T, 
and  thence  the  precise  angle  of  reflexion  for  the  dark  spot. 
If  there  be  no  ellipticity,  M=0;  whence  tanatan/8=0, 
T=0,  indicating,  as  was  to  be  expected,  that  the  dark  spot 
occurs  at  the  Brewsterian  angle. 

But  this  law  is  not  universal.  For  if  there  be  no  compen- 
sator, 7=0,  and  we  have  as  the  expression  for  the  intensity, 


(T  cos  a  cos  /9  +  S  sin  a  sin  ^)'  +  M'  cos'  a  cos'  /9. 

re  small,  the  second  i 
rightness  is  a  minimi 

T=-Stanatan/9. 


Hence,  if  a  and  fi  are  small,  the  second  term  cannot  be  made 
to  vanish,  and  the  brightness  is  a  minimum  when 


The  position  of  the  nearly  dark  spot  is  thus  dependent  upon 
ft,  ^,  and  assumes  the  Brewsterian  position  only  when  either 
ft  or  )3  vanishes. 

In  the  case  of  a  quarter-wave-plate,  7=+^^,  and  the 
equations  become 

T=0,    *=  tana  tan /3=TM/S.     .     .     .     (13) 

The  dark  spot  thus  occurs  at  the  Brewsterian  angle,  while 
tan  ft  tan /8  gives  the  value  of  M/S,  viz.  the  k  of  Jamin. 
Accordingly  if  ^  be  set  to  any  convenient  angle*,  and  f  be 
then  adjusted  so  as  to  bring  the  dark  spot  to  the  central 
position,  the  product  of  the  tangents  of  «  and  /9,  each  mea- 
sured from  the  zeros  obtained  in  the  preliminary  adjustments, 
gives  k. 

But  the  following  procedure  not  only  affords  greater 
delicacy,  but  makes  us  comparatively  independent  of  the 
positions  of  the  zeros.  Set  /3,  e,  g.y  to  +  30°,  and  find  ft  ;  then 
reset  /cJ  to  —30°.  The  new  value  of  a.  would  coincide  with 
the  old  one  if  there  were  no  ellipticity  ;  and  the  difference  of 
values  measures  a  upon  a  doubled  scale.  If  a'  be  the  second 
value,  so  that  the  difference  is  a!^a^  then 

*=tan30°tani(a'-ft), 

*  In  my  apparatus  it  was  convenient  to  throw  the  fine  adjustment 
upon  ft. 
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or  as  would  suffice  for  all  the  purposes  of  the  present  inves- 
tigation 

i=i  tan  30°  («'-«) (14) 

In  practice  several  readings  for  «  would  be  taken  as  quickly 
as  possible,  )8  being  reversed  between  each.  In  this  way 
there  is  the  best  chance  of  distinguishing  casual  errors  of 
obsei-vation  from  the  results  of  progressive  changes  in  the 
'  condition  of  the  surface  under  examination.  For  greater 
security  against  error  due  to  maladjustments,  readings  were 
often  token  in  all  four  positions,  differing  from  one  another 
by  90°,  of  the  quarter-wave  mica.  The  observed  differences 
of  a  should  be  reversed  in  adjacent  positions  of  the  mica,  and 
should  be  identical  in  the  opposite  positions,  obtained  from 
one  another  by  rotation  through  1 80°. 

In  the  above  reasoning  y  has  been  regarded  as  independent 
of  \,  but  this  is  of  course  only  roughly  true.  If  we  neglect 
the  dispersion  of  the  mica,  we  may  take  7=^0 +  ^7?  where  yo 
relates  to  the  mean  ray  X^j  while 

«r/yo=-Sx/\, (15) 

If  the  mica  be  suitably  chosen,  70=  ±  ^Tr. 

On  this  principle  of  the  variability  of  7  may  be  explained 
an  eflfect  wnich  was  puzzling  when  first  observed.  When  the 
water-surface  was  rather  highly  contaminated,  it  was. found 
that  the  appearance  of  the  spot  varied  according  to  the  choice 
of  positions  for  the  mica.  In  one  position  and  its  opposite 
the  spat  was  nearly  free  from  colour*,  while  in  the  other  two 
positions,  diflfering  from  the  former  by  90°,  the  coloration  was 
intense.  It  was  evident  that  some  cause  was  at  work,  in  one 
case  compensating,  and  in  the  other  doublings  the  usual 
Brewsterian  coloration. 

If  Mo  be  the  mean  value  of  M,  the  setting  of  the  nicols 
will  give,  as  before, 

tanatan/8=+Mo/S; (.16) 

while  from  (11), 

T=±MoCos7 (17) 

The  angle  of  reflexion  corresponding  to  darkness  is  deter- 
mined by  (17),  and  both  sides  of  the  equation  are  functions 
of  \.  l?or  the  mean  ray  7=  i^Tr,  and  at  the  correct  angle 
T=0.  For  a  neighbouring  ray  at  the  same  angle  of  reflexion 
we  have  for  T, 

*  Attention  is  here  fixed  upon  the  centrnl  plane  of  iucidcuce,  colour 
on  the  right  and  left  of  the  ^*pot  being  disregarded. 


Digitized  by 


Google 


or  by  (15), 


in  the  Neighl)ourli0od  of  the  Polarizing  Angle.  13 

and  for  cos  7, 

cos  i  w  (1  +  Sy/yo)  =  -  i  tt  ^7/70- 

Hence  the  condition  of  achromatism  is 

-;^S\±  iTT  Mo  87/70=0 ; 

^T  _  ■n-^fp  _Q „g. 

Thus  if  Mo  be  of  the  right  magnitude,  the  colour  will  be 
compensated  when  7=  ^TT,  and  doubled  when  7=  — ^w,  or 
vice  rersd. 

When  the  colours  were  but  little  dispersed  in  the  plane  of 
incidence,  there  could  usually  be  observed  on  sufficiently 
contaminated  surfaces  a  dispersion  laterally,  indicating  a 
variation  of  M  with  X..  It  was  to  be  expected  that  M  should 
be  proportional  to  \""^  Not  much  more  could  be  done  expe- 
(rimentall}'  than  to  verify  the  direction  and  order  of  magnitude 
of  the  effect.  Thus  it  appeared  that  on  a  greasy  surface  the 
•difference  of  readings  corresponding  to  )9=  +30®  was  greater 
when  the  settings  were  made  for  the  brown  than  for  the  blue 
fside  of  the  spot.  Of  these  the  former,  due  to  the  absence  of 
blue,  represents  the  setting  proper  to  blue  light. 

The  angles  +30°  were  found  suitable  for  fi.  It  was  at 
first  supposed  that  advantage  would  accompany  a  smaller  /3  ; 
but  in  this  case  the  spot  was  too  diffused  in  a  horizontal  direc*. 
tion  to  suit  the  dimensions  of  the  bright  field  employed.  The 
adjustment  of  the  spot  to  centrality  (right  and  left)  by  varia- 
tion of  a  was  then  less  certain.  On  tne  other  hand,  a  too 
great  increase  of  /3  throws  excessive  stress  upon  the  readings 
of  ft. 

The  delicacy  of  the  apparatus  may  be  measured  by  the 
smallest  error  of  a  visible  on  simple  inspection.  When  the 
light  was  bright  and  the  reflecting  surface  steady,  a  setting 
for  )8=  +30°  was  visibly  wrong  on  going  over  to  /8=  —30°, 
when  the  change  afterwards  found  necessary  in  the  setting  of 
«  exceeded  about  2\  Less  than  this  coula  hardly  be  recog- 
nized on  simple  inspection  ;  but  the  error  of  a  single  setting, 
arrived  at  by  trials  backwards  and  forwards,  appeared  to  be 
less  than  1^  Thus  the  same  readings,  taken  to  the  nearest 
minute,  were  often  recovered  many  times  in  succession  ;  but 
on  other  occasions  larger  differences  were  met  with,  and  it 
was  often  difficult  to  judge  whether  they  were  due  to  imper- 
fect observation  or  to  real  changes  in  the  condition  of  the 
reflecting  surface.     In  any  case  it  will  be  a  modest  estimate 
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to  suppose  that  a  difference  of  one  minute  in  a  can  be  detected 
on  repetition.  From  this  we  should  get,  by  (14),  as  the  least 
observable  value  of  i, 

A=  itan  30^  x  tan  r=-00009. 

Jamin's  arrangements  do  not  appear  to  have  allowed  of  the 
determination  of  values  of  k  less  than  *001. 

The  first  systematic  experiments  upon  cleaned  water- 
surfaces  showed  that  the  ellipticity,  if  real,  was  pretty  close 
to  the  limit  of  observation.  At  this  stage  I  expected  to  find 
the  marked  ellipticity  of  greasy  water  gradually  diminishing 
to  zero  as  the  purifying  process  was  carried  further,  but 
remaining  always  of  the  same  sign,  so  long  as  it  could  be 
observed  at  all.  This  anticipation  was  not  completely  verified. 
The  larger  differences  of  «,  found  with  ordinary  water  upon 
which  camphor  fragments  were  fully  active,  amounting  say 
to  40^,  rapidly  diminished  under  the  skimming  process,  so  that 
the  final  difference  on  the  purest  surfaces  seemed  just  to 
escape  direct  observation.  It  frequently  happened  that  no 
displacement  of  the  dark  spot  relatively  to  the  cross  vrires 
could  be  detected  on  the  reversal  of  /8.  But  when,  in  order 
to  the  highest  accuracy,  many  sets  of  alternate  readings  were 
taken,  the  difference  would  come  out  sometimes  in  one  direc- 
tion and  sometimes  in  the  other.  A  small  difference  of  2^,  or 
more,  on  the  side  of  the  contaminated  water  wa8  easily 
accepted  as  due  to  incomplete  cleaning,  but  I  was  for  a  time 
sceptical  as  to  the  significance  of  similar  small  differences  in 
the  opposite  direction.  That  these  differences  were  not  errors 
of  observation  was  soon  apparent ;  but  I  thought  that  they 
might  be  of  instrumental  origin,  due  perhaps  to  some  mal- 
adjustment. 

The  outstanding  question  was  so  small  that  it  might  per- 
haps have  been  dismissed,  but  I  was  unwilling  to  stop  without 
a  determined  attempt  to  get  to  the  bottom  of  it.  The  minute 
reversal  of  ellipticity  stood  its  ground  in  suite  of  repeated 
remountings  of  the  apparatus ;  but  I  fearea  that  it  might 
possibly  be  due  to  some,  though  I  was  unable  to  conjecture 
what,  defect  in  the  optical  parts  themselves.  When,  however, 
the  nicols  at  first  used  were  replaced  by  beautiful  prisms 
made  by  Steeg  and  Beuter  and  the  effect  still  remained,  it 
had  to  be  accepted  as  genuine,  and  the  conclusion  was  forced 
upon  me  that  with  some  water-surfaces,  and  those  presumably 
the  cleanest,  there  is  a  minute  ellipticity  in  the  opposite  direc- 
tion to  that  of  ordinary  water,  and  such  that  the  aifference  of 
settings  for  «  amounted  to  about  V.  This  corresponds  to 
k=  +*0002.     It  will  be  understood  that  this  is  a  very  minute 
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quantity,  but  it  is  not  without  interest  from  a  theoretical 
point  of  view.  The  fact  that  k  can  be  positive  as  well  as 
negative  implies  of  course  its  possible  evanescence.  It  is,  I 
think,  safe  to  say  that  some  samples  of  water-surfaces  polarize 
Ught  to  perfection. 

It  will  now  be  desirable  to  give  a  specimen  of  actual  obser- 
vations. The  one  selected,  principally  on  account  of  its 
completeness  in  respect  to  the  positions  of  the  quarter-wave 
mica,  is  dated  April  1,  1891,  and  relates  to  a  surface  of  tap- 
water,  freshly  drawn,  and  skimmed  with  the  aid  of  the  brass 
hoop  already  described.  The  operation  of  skimming  was 
repeated  after  each  readjustment  of  the  mica.  In  the  first 
column  the  direction  of  the  arrow  indicates  the  position  of  the 
mica.  The  secx>nd  gives  the  readings  of  )8,  the  third  the  indi- 
vidual readings  of  a,  the  minutes  only  being  entered*.     It 


Mica. 

A^y^r, 

Polarizer. 

Separate  Beadiogs  of  m 

(minutes). 

Means. 

Difference. 

i 

+3§ 
-30 

+30 
-30 

+30 
-30 

+30 
-80 

31,  32,    32,    31 
28,    29,    29,    29 

28,    31,    29,    30 

32,  31,    32,    32 

33,  33,    33,    33 
80,    32,    32,    32 

28,    29,    29,    29 
31,    32.    31,    29 

1&  3U 
183  28} 

183  29A 
183  31} 

183  33 
183  31^ 

183  28} 
183  30} 

+5ij 

+  1* 
-2 

will  be  understood  that  the  readings  for  ^as  ±30°  were  taken 
alternately  ;  the  first  reading  under  \  being  31^,  the  second 
28',  the  third  32',  and  so  on.  The  fourth  column  gives  the 
means,  and  the  fifth  the  difference  of  these  means,  which 
represents  elUpticity.  The  second  and  fourth  differences, 
corresponding  to  positions  of  the  mica  differing  by  a  right 
angle  from  those  of  the  first  and  third,  must  have  their  signs 
reversed  before  combination  for  a  final  mean  difference.  We 
get 

i(2}  +  2i  +  li  +  2)=+2^'. 

After  file  last  set  the  hoop  was  lifted,  so  as  to  allow  the  return 

*  In  almost  all  the  o1)eervatioii8  the  settings  were  made  by  myself,  and 
the  xeadiofls  of  «  at  the  vernier  by  Mr.  Gordon.  Without  two  observers 
the  difficumeB  would  have  been  much  increased. 
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of  the  contamin<ation.     The  readings  then  became 


+  30^ 
-30* 


37,  44,  43 
17,  14,  12 


It  would  appear  that  the  first  of  these  were  premature, 
insufiicient  time  having  been  allowed  for  the  contamination  to 
spread.  The  difference,  reckoned  as  before,  may  now  be 
taken  to  be  about  —30',  and  is  in  the  opposite  direction  to  the 
small  effect  of  the  clean  surface.  For  the  contaminated  sur- 
face *=  --0026,  and  for  the  clean  ifc=  +'00018*. 

Although  the  above  results,  and  others  of  a  similar  nature, 
obtained  both  with  tap-water  and  with  distilled  water,  render 
it  practically  certain  that  k  is  positive  for  pure  water,  I  do  not 
regard  with  the  same  confidence  the  numerical  value  above 
recorded.  It  is  difficult  to  feel  sure  that  the  cleansing  was 
sufficient.  A  theoretical  objection  to  the  hoop  method  has 
already  been  alluded  to;  and  the  more  perfect  methods  de- 
pending upon  the  use  of  convection  currents  t  are  scarcely 
applicable  here.  Attempts  were  indeed  made  to  work  with 
a  surface  cleaned  by  an  ascending  column  of  fluid,  the  column 
being  expanded  by  heat  communicated  to  it  from  an  immersed 
platinum  spiral,  itself  warmed  by  an  electric  current.  But 
the  readings  were  not  accordant;  and  it  appeared  that  the 
observations  were  prejudiced  by  the  deformations  of  the 
surface  which  are  the  necessary  accompaniment  of  such  a 
flow.  Doubts  as  to  the  perfection  of  the  cleanliness  actually 
attained  lead  me  to  think  it  possible  that  the  true  value  of  k 
for  an  ideal  water-surface  may  be  even  twice  as  great  as  that 
actually  found. 

Opportunities  for  useful  work  upon  clean  surfaces  have  been 
very  few,  for  it  is  hopeless  to  attempt  observations  without 
a  prospect  of  at  least  an  hour's  almost  uninterrupted  sun- 
shine. But  shorter  and  more  uncertain  periods  may  be 
utilized  for  observations  upon  contaminated  surfaces,  as  these 
do  not  demand  the  same  care  or  amount  of  repetition.  As  an 
example  of  snch  I  will  record  the  readings  of  June  6,  from  a 
water-surface  slightly  greased  with  oil  of  cassia. 

♦  The  obaervationB  so  far  did  not  of  themselves  determine  which  of  the 
two  surfaces  has  the  positive  k  according  to  Jamin's  convention.  It  was 
evident,  however,  that  it  must  be  the  contaminated  and  not  the  clean 
purface  which  corresponds  to  Jamin^s  determination  of  a  negative  A;. 
Subsequent  observations  upon  reflexion  from  glass  verified  this  as- 
sumption. 

t  See  Koy.  Soc.  Proc,  "  On  the  Superficial  Viflcoaity  of  Water," 
vol.  xlviii.  p.  133. 
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Band  achromatic. 


+  30°      I      180°  2' 
-30°  180°  54' 


I       +30°      I      180°  47'     I  Band  strongly  coloured. 
*^    I       -30°      I      179°  59'     I      red  above. 

The  diflference  of  readings  is  here  about  —50',  giving 
jfess  —'0043.  On  trial  it  was  found  that  camphor  fragments 
would  just  move.  The  above  is  an  example  of  the  effect  of 
the  position  of  the  mica  upon  the  coloration  of  the  band,  a 
subject  already  discussed. 

Experiments  were  made  with  the  object  of  comparing 
different  kinds  of  oil  as  to  their  relative  effects,  optically  and 
upon  camphor.  It  was  found,  as  had  been  expected^  that 
cassia  was  more  powerful  optically  than  oUve-oil.  Thus  when 
camphor  was  nearly  dead  tne  difference  of  readings  for  olive- 
oil  was  about  —30'  and  for  cassia  about  —48'. 

Interest  was  felt  in  the  behaviour  of  a  saturated  solution  of 
camphor,  whose  surface-tension  is  much  lower  than  that  of 
clean  water.  Observations  upon  this  liquid  proved  especially 
difficult,  for  the  dark  spot  frequently  snifted  laterally  while 
under  inspection,  indicating  temporary  changes  in  the  ellipti- 
ciiy  of  the  particular  part  of  the  surface  in  use.  There  is 
little  doubt  that  this  complication  is  due  to  local  evaporation 
under  the  influence  of  lignt  currents  of  air.  As  the  camphor 
evaporates  from  any  part  of  the  surface,  the  tension  is  momen- 
tarily raised,  and  the  surface  contracts.  If  the  camphor  only 
were  in  question,  there  would  probably  be  no  attending 
optical  disturbance,  but  the  local  expansions  and  contractions 
of  the  surface  lead  to  attenuation  and  concentration  of  the 
greasy  matter  present.  Under  favourable  circumstances  the 
difference  in  the  readings  of  x  might  be  as  low  (numerically) 
as  —6',  and  was  perhaps  due  after  all  to  residual  greasy  matter, 
other  than  camphor.  In  any  case  the  optical  effect  of  the 
camphor  is  much  less  than  that  of  an  oily  film  giving  the 
same  surface-tension. 

With  a  strong  solution  of  oleate  of  soda  the  difference  of  a 
could  not  be  reduced  below  —25'.  It  is  difficult  to  suppose 
that  this  can  be  due  to  a  film  of  foreign  matter  removable  by 
skimming.  But  the  amount  of  the  ellipticity  is  very  low  in 
relation  to  the  surface-tension,  which  is  only  about  one  third 
of  that  of  clean  water.  The  value  of  k  corresponding  to  the 
above  readings  is  — '0021,  only  about  double  of  the  smallest 
quantity  appreciated  by  Jamin. 

That  the  surface-tension  has  no  definite  relation  to  the 
PhU.  Mag.  S.  5.  Vol  33.  No.  200.  Jan.  1892.  C 
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ellipticity  is  abundantly  evident.  For  example,  camphor 
was  quite  active  upon  a  surface  which  gave  a  difference  of 
readings  of  —80',  corresponding  to  i=— •007.  On  this 
occasion  the  surface  had  stood  for  some  time  without  much 
protection^  and  it  is  possible  that  the  effect  may  have  been 
partly  due  to  dust. 

The  last  example  that  I  will  mention  of  aqueous  solutions  is 
a  strong  brine.  This  gave  a  somewhat  variable  difference  of 
about  —  y,  corresponding  to  it  =  —•00042.  In  this  case  there 
seemed  to  be  unusual  difficulty  in  getting  the  surface  clean, 
so  that  the  difference  between  the  brine  and  pure  water  is 
not  improbably  due  to  some  secondary  cause. 

Most  of  the  available  time  was  spent  upon  water  in  its 
various  states,  not  only  on  account  of  its  intrinsic  importance, 
but  also  because  of  the  presumably  greater  simplicity  of  a 
clean  water-surface.  The  observations  are  made  in  an  atmo- 
sphere which  contains  no  very  small  proportion  of  aqueous 
vapour.  When  the  liquid  under  examination  has  an  affinity 
for  water^  e.a,  alcohol,  it  is  difficult  to  form  a  precise  idea  as  to 
what  may  be  the  condition  of  the  surface.  Besides,  the 
arrangements  for  skimming  are  less  easily  applied.  On  the 
other  hand,  the  liquids  of  lower  tension  are  less  likely  to 
acquire  a  film  of  grease.  For  alcohol,  and  also  for  petroleum, 
the  value  of  k  is  about  +  '0010. 

The  general  conclusion  to  be  drawn  from  these  investiga- 
tions is  that  the  ellipticity  of  the  liquids  examined  is  very 
much  less  than  was  supposed  by  Jamin,  whose  results  for 
water  and  aqueous  solutions  were  almost  certainly  vitiated  by 
the  presence  of  greasy  contamination.  Thus  the  intensity  of 
reflexion  from  clean  water  is  not  much  more  than  yoVo  V^^ 
of  that  given  by  Jamin.  Moreover,  the  value  of  k  is  posi- 
tive, and  not  negative.  It  is  even  possible  that  there  would 
be  no  sensible  ellipticity  for  the  surface  of  a  chemically  pure 
body  in  contact  only  with  its  own  vapour.  But  the  surfaces 
of  bodies  are  the  field  of  very  powerful  forces  of  whose  action 
we  know  but  little  ;  and  even  if  there  be  nothing  that  could 
be  called  chemical  change,  the  mere  want  of  abruptness  in 
the  transition  would  of  itself  entail  a  complication.  There  is 
thus  no  experimental  evidence  against  the  rigorous  applica- 
bility of  Fresnel's  formulae  to  the  ideal  case  of  an  abrupt 
transition  between  two  uniform  transparent  media. 

September  19. 
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PosTSOKiPT  {October  11). 

Solutions  of  saponine  and  gelatiae,  substances  which  con- 
fer the  foaming  property,  have  been  examined.  With  very 
small  quantities  the  difference  of  readings  may  amount  to  a 
degree,  not  to  be  diminished  by  repeated  sMmming.  The  value 
of  it  is  thus  --005. 

The  suspicion  above  suggested  that  the  true  value  of  k  for 
clean  water  may  be  numerically  higher  than  is  indicated  by 
the  results  obtained  with  the  aid  of  the  brass  hoop  has  been 
verified  by  some  observations  upon  surfaces  cleansed  by  heat. 
The  water,  as  clean  as  possible,  was  contained  in  a  large 
shallow  tin  tray.  By  the  application  of  gentle  heat  to  the 
part  of  the  tray  under  optical  examination  any  residual  grease 
is  driven  off,  in  consequence  of  the  smaller  tension  of  the 
warmer  surface.  If  the  whole  surface  is  fairly  clean  to  begin 
with,  a  very  moderate  difference  of  temperature  suffices  to 
keep  the  grease  at  bay.  The  difficulties  of  the  experiment 
have  so  fjir  prevented  a  complete  series  of  readings ;  but  thn 
following,  obtained  on  October  2,  seem  sufficient  to  establish 
the  fact : — 

,  ^     I       +30°      I      43,42,42,42 
I      -30°      I      47,47,48,47 

t      I       +30°      I  52,51,51,50 

i      I      -30°      I      47,46,47,45,48 

At  the  conclusion  of  the  second  set  the  contamination  was 
evidentl}-  returning.  It  would  seem  that  on  the  cleanest 
surfaces  the  difference  of  readings  may  amount  to  5',  the 
necessity  of  readjustment  on  passing  between  /8=  ±30°  being 
obvious  on  simple  inspection.     Corresponding  to  this 

i=+ -00042. 
Terling  Place,  Witham. 


II.  On  the  Character  of  the  Light  emitted  by  Incandescent 
Zinc  Oxide.  By  Edward  L.  Nichols  and  Benjamin  W. 
Snow*. 

IN  a  recent  paper  on  the  influence  of  temperature  on  the 
colour  of  pigmentst,  we  described  the  singular  changes 
which  rise  of  temperature  produces  in  the  character  of  the  light 

*  Communicated  by  the  Authors, 
t  Phil  Mag.  [5]  vol.  xxxii.  p.  401. 
C2 
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reflected  by  the  oxide  of  zinc  (p.  420).  The  results  obtained  in 
that  investigation  led  us  to  the  conclusion  that  certain  fluctua- 
tions in  reflecting-power  were  indications  of  peculiarities  in 
the  law  of  the  effect  of  heat  on  the  radiating-power  of  the 
oxide.  In  the  presei^  paper  we  purpose  to  describe  an  attempt 
to  verify  that  conclusion  by  the  application  of  the  same  method 
of  observation  to  the  study  of  the  visible  radiation  at  tem- 
peratures between  650°  and  1000°  C. 

Almost  the  only  material,  the  radiation  of  which  as  a 
function  of  the  temperature  has  been  determined  quantitatively, 
is  platinum.  In  1879  one  of  the  present  writers  described  some 
photometric  measurements  of  the  light  emitted  by  that  metal  *. 
In  the  same  year  Viollef  published  data  concerning  the  total 
radiating-power,  between  800°  and  1775°  C,  without  entering 
upon  the  question  of  the  changes  in  the  quality  of  the  light.  In 
the  same  year  also  Jacques  {  attacked  the  problem  of  the  dis- 
tribution of  energy  in  the  spectrum  of  various  incandescent 
solids,  extending  the  investigation  to  platinum  and  certain 
oxides  of  copper,  iron,  chromium,  and  aluminium.  Dr.  Jacques 
used  the  thermo-pile  and  galvanometer  in  his  measurements, 
and  dealt  more  particularly  with  the  energy-curves  of  the 
infra-red.  In  1881  Violle|§  published  readings  for  four  regions 
of  the  visible  spectrum  ('656,  -589,  '535,  '482),  the  source  of 
light  being  platinum  at  775°,  954",  1045°,  1500°,  and  1775^ 
The  source  of  comparison  was  the  carcel  lamp. 

None  of  the  existing  data  gave  the  law  for  platinum  with 
sufficient  definiteness  for  our  purpose,  which  was  to  compare 
the  radiation  of  the  zinc  oxide,  wave-length  by  wave-length, 
with  that  emanating  from  platinum  at  the  same  temperature, 
throughout  the  entire  range  of  temperatures  already  indicated. 
Mejisurements  of  the  platinum  spectrum  were  accordingly 
made  at  several  stages  of  incandescence.  From  these  measure- 
ments a  set  of  curves  were  plotted,  which  gave  graphically 
the  increase  of  radiating-power  with  rise  of  teniperature 
for  each  of  nine  selected  regions  of  the  spectrum.  The  ordi- 
nates  of  these  curves  are  relative  light-intensities,  the  abscissae 
are  degrees  of  the  centigrade  thermometer.  For  convenience, 
the  intensity  of  the  region  of  the  D  line  of  Fraunhofer,  when 
the  metal  is  at  the  temperature  of  1000°,  has  been  selected  as 
unity.     The  comparison  lamp  was  an  incandescent  lamp  held 

*  E.  L.  Nichols,  Ueber  das  von  gluhendem  Platin  ausgestrahUe  Lickt. 
DissertatioD :  GoltiugeD,  1879. 

+  J.  Violle,  Comptes  liendus,  Ixxxviii.  pp.  171-17tJ. 

t  W.  W.  Jacques,  **  Distribution  of  Heat  in  the  Spectra  of  various 
Sources  of  Radiation.'^    Proc.  Amer.  Acad,  of  Arts  and  Sc.,  1^79. 

§  J.  VioWe.Compfes  Rendm,  xc-ii.  pp.  866  and  1206. 
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at  a  constant  voltage,  the  temperature  being  below  normal  to 
secure  permanence.  The  quality  of  the  light  was  not  very 
different  from  that  of  an  ordinary  luminous  gas-flame. 

Similar  measurements  to  the  above  upon  the  spectrum  of 
the  light  radiated  from  a  surface  of  zinc  oxide,  the  wave- 
lengths selected  being  the  same  as  those  in  the  platinum 
spectrum,  made  it  possible  to  compare  the  radiating-power  of 
the  two  materials,  when  subjected  to  the  same  conditions  of 
temperature. 

The  apparatus  and  the  method  used  have  been  described  in 
detail  in  the  paper  on  the  Colour  of  Pigments,  just  cited.  In 
our  determination  of  colour  at  high  temperatures,  a  film  of  the 
oxide  which  had  been  prepared  by  smoking  a  strip  of  platinum 
foil  over  the  flame  of  burning  zinc  was  heated  to  the  desired 
degree  by  the  action  of  an  electric  current  upon  the  foil.  The 
surface  of  the  oxide  was  illuminated  by  means  of  an  incandes- 
cent lamp,  and  the  spectrum  of  the  reflected  light  was  compared 
with  that  of  another  lamp  similar  to  the  first.  In  the  experi- 
ments to  be  described  in  tnis  paper,  the  first  lamp  was  dispensed 
with,  and  a  study  was  made  of  the  light  from  the  glowing 
surface  itself.  Since  the  rays  to  be  measured  were  for  the 
most  part  very  feeble,  it  was  necessary  to  carry  on  the 
experiments  in  a  perfectly  dark  room.  Temperatures,  as  in 
our  study  of  colour,  were  determined  from  the  expansion  of 
the  foil. 

The  measurement  of  the  temperature  of  incandescent  foil 
by  means  of  the  expansion  of  the  metal  is  somewhat  less 
sensitive  than  the  method  of  change  of  electric  resistance^  but 
it  is  much  to  be  preferred  to  the  latter  whenever  a  direct 
calibration  of  the  metal  by  reference  to  the  air-thermometer, 
or  to  the  melting-point  of  metals,  is  impracticable  ;  for  the 
reason  that  the  coefficient  of  expansion  is  much  less  affected 
by  traces  of  impurity  than  the  resistance  coefficient  is.  A 
comparison  of  the  various  formulaB  proposed  for  the  calcu- 
lation of  the  temperature  of  platinum  from  its  electrical 
conductivity,  is  in  itself  sufficient  to  show  the  importance  of 
the  direct  calibration.  Two  specimens  of  platinum,  which 
had  been  ordered  for  the  purpose  from  two  well-known 
dealers,  who  had  been  informed  of  the  use  to  which  the  wire 
was  to  be  put  and  requested  to  pay  especial  attention  to  the 
matter  of  the  purity  of  the  samples,  were  thus  tested  iA  the 
physical  laboratory  of  Cornell  University  by  Mr.  Ernest 
Merritt.  The  curves  for  resistance  and  temperatures  obtained 
were  widely  different,  the  one  being  convex  and  the  other 
concave  to  the  base-line  of  temperatures.  Any  single  formula 
for  temperature,  applied  to  these  two  wires,  would  have  given 
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values  which  at  one  thousand  degrees  were  more  than  one 
hundred  degrees  apart.  We  think  that  the  well-known 
formula  of  Matthiesen, 

Z=Zo(l  + -00000851  e+-0000000035  t% 

which  we  made  use  of  in  these  experiments,  may  be  applied 
to  anj  commercial  specimen  of  platinum,  of  reasonable  purity, 
without  the  introduction  of  such  serious  errors,  and  that, 
whatever  may  be  the  general  correction  which  it  may  be 
found  necessary  to  apply  to  that  formula,  in  order  to  obtain 
temperatures  in  absolute  measure,  it  will  always  be  possible 
for  any  one  knoTvnng  the  formula  used  to  be  sure  of  the 
approximate  temperatures,  without  reference  to  the  character 
of  the  individual  piece  of  platinum  employed. 

Table  I.  contains  the  relative  intensities  of  the  platinum 
spectrum  between  700°  and  1000°  0.  The  reference  standard 
was  the  incandescent  lamp  already  referred  to,  and  the 
intensity  of  the  region  of  the  D  line  of  the  platinum  spectrum 
was  taken  as  unity  throughout.  Table  II.  gives  the  intensities 
of  the  spectrum  of  the  film  of  zinc  oxide  for  the  same  wave- 
lengths and  the  same  range  of  temperatures.  The  results  are 
presented  graphically  in  figs.  1  to  6,  six  of  the  nine  wave- 
lengths being  plotted.  In  these  figures  the  isochromatic  curves 
of  platinum  and  of  the  oxide  are  plotted  side  by  side  to  facili- 
tate comparison.  The  curves  for  platinum  are  smooth  and 
all  of  the  same  type.  They  agree  in  all  essentials  with  those 
obtained  from  the  measurements  described  in  the  articles 
akeady  cited  (Nichols,  1879,  and  Violle,  1881).  The  corre- 
sponding curves  for  zinc  oxide,  however,  are  all  broken  at  a 
point  in  the  neighbourhood  of  880**,  at  which  temperature  the 
radiating-power  evidently  undergoes  sudden  and  marked  in- 
crease, continuing  with  further  rise  of  temperature  to  follow 
a  law  difibrent  from  that  which  prevailed  at  lower  tem- 
peratures. It  will  be  noticed,  moreover,  that  in  the  extreme 
red  (X='713)  the  platinum  is  brighter  throughout  the  entire 
range  of  temperature  than  the  oxide.  The  succeeding  curves, 
however,  cut  each  other  at  1000°  (\=  -638) ,  at  920°  (X= -587) , 
at  755°  (X='511),  and  at  some  lower  temperature  than  700° 
for  the  blue  and  violet.  Throughout  the  entire  range  the 
colour  of  the  oxide  is  whiter,  that  is  to  say,  it  is  relatively 
richer  in  the  shorter  wave-lengths  than  the  Hght  from  platinum 
at  the  same  temperature.  There  is  in  the  case  of  the  oxide  a 
region  of  comparative  feebleness  in  the  yellow  and  green, 
corresponding  to  the  region  of  maximum  reflecting-power  in 
the  heated  solid.  To  every  one  who  has  watched  the  striking 
behaviour  of  zinc  oxide  under  the  blowpipe-fiame,  the  effects 
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of  which  these  curves  give  us  definite  graphical  expression 
are  familiar  phenomena.  The  fading  away  of  the  beautiful 
white  glow  of  the  film  into  the  greenish-yellow  of  the  cooler 
oxide,  without  the  intermediate  redness  which  most  bodies 
display  as  they  pass  from  higher  temperatures  through  the 
range  of  temperature  which  goes  by  the  name  of  the  red  heat, 
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leochromatic  Curves  for  Zinc  Oxide  and  Platinum  (700^  to  1000"). 

is  caused  by  the  gradual  overpowering  of  the  rapidly  diminish- 
ing radiated  light  by  that  due  to  reflexion.  A  remarkable 
feature  brought  out  by  these  isochromatic  curves  is  the  per- 
formance of  the  film  between  800°  and  880°.  Within  that 
range  the  change  of  radiating-power  increases  but  slowly  as 
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the  temperature  rises.     Suddenly,  then,  follows  the  outburst 
of  radiant  energy  which  begins  at  the  latter  temperature. 

Tablb  1. — Intensity  of  the  Radiation  from  Platinum  at  various 
Temperatures,  in  terms  of  the  radiation  of  like  wave-lengths 
from  an  incandescent  lamp.  The  intensity  of  the  region 
X='587  in  the  spectrum  of  platinum  at  1000°  is  taken  as 
unity. 


Wave, 
lengths. 

UK)OoJ  950°. 

900°. 

850°. 

800°. 

750°. 

700^ 

650". 

•713 

2-78      202 

133 

•802 

•409 

•121 

•033 

•638 

1-66      111 

•796 

•489 

•229 

•073 

-008 

-003 

-587 

100    1    -725 

•482 

-253 

•101 

-035 

•005 

-544 

•659  1    ^479 

-316 

•174 

•059 

-010 

•002 

-511 

•444  ,   -330 

•222 

•121 

-042 

•484 

•333  ;    -232 

•139 

•069 

•021 

•461 

•278  1    ^180 

•101 

•042 

•010 

1 

•444 

-229  ,    -149 

•080 

•028 

1 

•430 

-201  1     135 

-069 

■021 

i 

Table  II. — Intensity  of  the  Radiation  from  the  Oxide  of  Zinc 
at  various  Temperatures,  in  terms  of  the  radiation  of  like 
wave-lengths  from  an  incandescent  lamp.  The  intensity  of 
the  region  \='587  in  the  spectrum  of  glowing  platinum  at 
1000°  is  taken  as  unity. 


Wave- 

lengthB. 

1038°. 

1013°. 

925°. 

884°. 

868°. 

739°. 

707°. 

•713 
•638 
-587 
-644 
•511 
-484 
•461 
•444 
•430 

2-'666 
2-778 
2-504 
1-880 
2-013 

2-054 
2-002 

3-026 
1-985 
2-443 

2<)64 

l-'62b 

1-332 
•891 
•659 
•391 
•566 
-453 

'•'420 
•420 

•281 
•278 
-288 
•283 
-214 
•179 
•097 

'•'31*3 
•235 
•178 
•190 
•178 
•160 
•108 
•093 

•708 

*'256 

'•22'i 
•186 
•188 
-111 
•091 

-084 
■038 
-019 
•Oil 
•010 
•006 
•003 

•034 

-013 

-007 

•003 

•0015 

•0008 

The  character  of  the  colour  of  the  incandescent  zinc  oxide 
can  be  ^iven  naore  explicit  expression  by  means  of  isothermal 
curves,  m  which  the  aistribution  of  intensities  throughout  the 
visible  spectrum  is  shown  for  a  given  temperature,  than  in 
those  which  have  just  been  presented.  Three  ways  of  drawing 
these  curves  offer  themselves.  The  absolute  distribution  ol' 
intensities  may  be  given,  the  resulting  curves  being  such 
as   would  be  obtained  by  exploring   the   spectrum   with   a 
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sufficiently  sensitive  thermopile  ;  or  the  intensities  may  be 
expressed  in  terms  of  those  of  the  comparison-lamp,  wave- 
length for  wave-length ;  or,  finally,  one  may  express  the 
curve  for  each  temperature  in  terms  of  the  radiation  from 

Elatinum  at  the  same  temperature,  wave-length  for  wave- 
>ngth.  Our  knowledge  of  the  spectrum  of  the  incandescent 
lamp  was  not  accurate  enough  to  enable  us  to  adopt  the  first 
of  these  methods,  which  is  moreover  not  so  well  adapted  for 
the  graphic  expression  of  colour  as  is  the  second  one.  The 
third  method  ofibrs  the  advantage  of  a  direct  comparison 
between  the  light  from  platinum  and  from  the  oxide  under 
like  conditions  of  incandescence. 

In  figs.  7,  8,  and  9  the  second  method  has  been  adopted. 

Isothermal  Curves  for  the  Radiation  from  Zinc  Oxide  and  Platinum ; 
showing  three  stafi^es  in  the  development  of  the  radiating-power  of  the 
former  suhstance.  Ordinates  are  intensities  in  terms  of  those  of  corre- 
sponding wave-lengths  in  the  spectrum  of  the  comparison-lamp. 


Fig.  7. 


Fig.  8. 


Fig.  9. 
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Pig.  7  gives  typical  curves  for  a  temperature  below  700°,  at 
which  stage  the  radiation  from  the  oxide  is  weaker  throughout 
the  spectrum  than  that  from  platinum,  Fig.  8  contains  the 
corresponding  curves  for  848°,  at  which  temperature  the 
green,  blue,  and  violet  are  stronger  in  the  spectrum  of  the 
oxide  than  in  that  of  the  platinum.  In  fi^.  9  the  spectrum 
of  the  film  of  the  oxide,  which  has  been  maintained  at  1013° 
for  ten  minutes,  is  compared  with  the  platinum  spectrum  for 
the  same  temperature.     The  measurements  of  the  oxide  are 
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simultaneous.  At  this  stage  the  luminescence  of  the  oxide  is 
very  marked.  In  these  diagrams  ordinates  express  the  bright- 
ness of  each  wave-length  in  terms  of  that  of  the  corresponding 
wave-length  in  the  spectrum  of  the  comparison-lamp. 

In  the  course  of  our  experiments  it  was  found  to  be  more 
and  more  difficult  to  obtain  consistent  measurements  as  the 
temperature  of  the  film  increased;  and  it  soon  became  evident 
that  we  had  to  deal  with  an  unstable  state  of  incandescence, 
the  oxide  being  much  brighter  when  first  ignited  than  at  any 
later  period.  The  changes  were  most  rapid  during  the  first 
ten  minutes  after  the  foil  was  brought  to  mcandesoence,  after 
which  time  the  rate  of  change  was  not  such  as  seriously  to 
interfere  with  the  accuracy  of  the  determinations.  All  the 
results  given  thus  far  were  obtained  from  films  which  had 
been  heated  for  a  sufficient  time  to  ensure  their  permanence. 
Values  for  films  freshly  ignited  were  also  obtained.  They 
were  always  higher  than  those  of  the  older  films.  Such 
results,  owing  to  the  fact  that  they  pertained  to  surfaces  the 
radiation  of  mnch  was  fugitive,  have  been  excluded  from  the 
tables  and  curves.  It  was  deemed  desirable,  however,  to 
determine  as  accurately  as  possible  the  manner  in  which  the 
incandescence  of  fresh  films  diminished  as  a  function  of  the 
time.  For  this  purpose  a  set  of  rapid  readings  were  made. 
A  film  newly  prepared  was  ignited,  and  settings  of  the  inten- 
sity were  made  at  intervals  of  ten  seconds  from  the  time  when 
the  current  was  applied.  These  readings  were  less  accurate 
than  those  made  at  leisure,  and  one  setting,  instead  of  a 
series  of  five  or  ten,  had  to  be  taken  to  represent  the  radiation 
at  a  given  instant  of  time.  The  same  method  was  then  pur- 
sued for  another  wave-length,  a  fresh  film  being  prepared  for 
the  purpose,  and  this  was  repeated  until  a  series  of  time- 
curves  were  secured  which  included  the  entire  spectrum.  The 
results  for  each  wave-length  gave  a  curve  showing  the  rate 
of  diminution  with  the  time.  The  curves  were  all  of  the  same 
general  type ;  but  they  showed  the  time-eflfect  to  be  least  in 
the  red,  and  to  increase  as  the  wave-length  of  the  region 
observed  decreased.  From  these  data  it  was  also  possible  to 
construct  a  series  of  intensity-curves,  showing  the  relative 
brightness  of  the  spectrum  and  its  character  at  any  given  time 
between  the  limits  covered  by  the  observations.  These  curves 
for  thirty  seconds,  sixty  seconds,  three  hundred  seconds,  and 
six  hundred  seconds  from  the  moment  of  ignition  of  the  oxide 
are  given  in  fig.  10.  They  bring  out  in  the  most  striking  way 
the  evanescent  character  of  the  light  emitted  by  the  oxide  at 
the  temperature  in  question,  which  was  1013°.  This  "  time- 
effect"  became  very  noticeable  at  about  900°;  and  it  seems 
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most  probable  that  it  indicates  a  peculiarity  of  the  radiation 
which  begins  to  show  itself  at  that  temperature  and  which 
causes  the  sudden  rise  in  the  carves  of  figs.  1  to  6.  In 
fig.  10  the  third  method  of  plotting  was  used.     Platinum  at 

Fig.  10. — Radiations  from  Zinc  Oxide  at  1013®,  as  a  function  of  the 
time.  Ordinates  give  the  intensity  of  each  wave-len  gth  in  terms  of 
that  of  the  radiation  from  platinum  (wave-length  for  wave-length) 
at  the  same  temperature. 


1013°,  instead  of  the  comparison-lamp,  was  the  reference- 
standard,  and  the  ordinates  of  the  curves  give  the  ratio  of  the 
intensity  of  each  region  of  the  spectrum  of  the  zinc  oxide  to 
that  of  the  corresponding  wave-length  in  the  spectrum  of  the 
glowing  metal. 

We  think  it  evident  from  these  experiments  that  in  zinc 
oxide  one  has  to  do  with  a  material  which,  in  addition  to  the 
ordinary  incandescence  due  to  temperature,  is  highly  lumi- 
nescent above  880°.  The  phenomenon  is  of  the  class  which 
Becquerel  and  other  of  the  earlier  students  of  the  subject 
have  described  as  "  phosphorescence  by  heat."  Owing  to  the 
presence  of  the  ordinary  incandescence  at  such  temperatures, 
this  property  of  zinc  oxide  seems  hitherto  to  have  escaped 
investigation ;  although  it  has  of  course  been  noticed  by  every 
one  acquainted  with  blowpipe  reactions  that  the  oxide,  when 
heated,  emits  a  light  which  is  very  different  from  that  of 
carbon,  or  of  most  substances  with  the  incandescence  of  which 
we  are  familiar. 

There  are  good  reasons  for  supposing  that  other  of  the 
metallic   oxides  will   show   peculiarities   of  radiation   when 
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heated,  similar  to  those  exhibited  by  the  oxide  of  zinc. 
Cylinders  of  lime,  for  example,  when  freshly  ignited  in  the 
oxyhydrogen  flame,  attain  a  momentary  brilliancy  and  white- 
ness which  is  not  reached  during  any  subseqnent  ignition. 

The  extraordinary  brightness  of  the  magnesium  flame  also 
is  undoubtedly  to  be  ascribed  to  a  state  of  initial  incan- 
descence such  as  that  which  we  have  observed  in  zinc  oxide. 
W.  H.  Pickering*  found  the  character  of  the  light  of  homing 
magnesium  to  be  that  corresponding  to  a  temperature  con- 
siderably above  3000°  0.  Recent  measurements  of  the  actual 
temperature  of  the  flame,  however,  show  that  it  is  not  above 
1400°  C. 

Other  instances  of  abnormal  incandescence  of  the  metallic 
oxides  might  be  cited.  At  what  temperatures  the  effect 
occurs,  and  what  its  precise  nature  is  in  the  case  of  the 
various  substances  in  which  the  phenomenon  presents  itself, 
must  be  detennined  by  further  experiment. 

Physical  Laboratory  of  Cornell  University, 
June  1891. 


III.  A  Method  of  Measuring  Loss  of  Energy  due  to  Chemical 
Union  Sfc.     By  Dr.  G.  Gore,  F.R.SA 

IN  this  research  a  number  of  pairs  of  electrolytic  sub- 
stances, in  some  cases  acids  and  alkalies,  were  selected, 
and  the  conditions  of  the  experiments  so  arranged  that  the 
relative  mean  amount  of  loss  or  gain  of  energy  of  each  pair 
of  substances  during  their  act  of  chemical  union,  mixture,  or 
mutual  decomposition  whilst  in  solution,  might  be  measured 
by  means  of  a  small  voltaic  couple  and  the  null  method  of 
balance,  with  the  aid  of  a  suitable  thermoelectric  pile  (see  Proc. 
Birm.  Phil.  Soc.  vol.  iv.  p.  130,  'The  Electrician,'  1884, 
vol.  xii.  p.  414)  and  an  astatic  galvanometer  having  100  ohms 
resistance  in  its  coils.  The  voltaic  couple  consisted  of  a  suit- 
able positive  metal  and  platinum,  and  was  lowered  into  and 
raised  out  of  the  electrolyte  by  means  of  a  rack  and  pinion. 
The  positive  metals  usually  employed  were  aluminium,  tin, 
cadmium,  zinc,  and  magnesium.  A  little  improvement  in  the 
thermopile,  was  used  in  this  research  ;  it  consisted  in  passing 
a  stream  of  cold  water  through  a  pipe  immersed  in  the  cold 
oil-bath  and  thus  keeping  it  at  a  constant  temperature. 
The  following  is  an  outline  of  the  method  : — 1st.  Take  a  con- 

•  Proc.  Amer.  Acad.  Arts  and  Sci.  1880. 
t  Communicated  by  the  Author. 
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venient  quantity  of  an  acid,  such  as  an  equivalent  weight  in 
grains,  dissolve  it  in  about  two  thousand  grains  by  weight  of  dis- 
tilled water,  measure  the  electromotive  force  of  a  small  voltaic 
couple  of  aluminium  and  platinum  in  the  liquid  and  call  the 
amount  "A.''  2nd.  Take  a  chemically  equivalent  weight  of 
an  alkali,  dissolve  it  in  an  equal  quantity  of  water,  measure 
the  electromotive  force  of  the  couple  in  tne  solution  and  call 
the  amount  "  B."  3rd.  Take  an  equivalent  weight  of  the 
salt  resulting  from  the  union  of  the  acid  and  alkali  dissolved 
in  the  same  quantity  of  water,  measure  the  electromotive  force 
in  a  similar  manner  and  call  the  amount  "C."  We  have 
now  the  electromotive  force  "A"  excited  by  the  acid;  "B'^  by 
the  alkali;  and  "C"  by  the  salt  formed  by  their  union. 
4th.  Multiply  the  electromotive  force  "A"  by  the  equi- 
valent weight  of  the  acid,  and  the  one  "  B "  by  that  of  the 
alkali,  add  the  two  products  together,  and  divide  the  sum  by 
that  of  the  two  equivalent  weignts,  and  call  the  quotient  "  D.'' 
"C*  represents  the  mean  electromotive  force  excited  by  the 
compound  as  found  by  means  of  experiment,  and  "D"  that 
arrived  at  by  calculation.  5th.  Subtract  the  experimental 
amount  "C^  from  the  calculated  one  "D"  (or  the  reverse, 
as  the  case  may  be),  and  a  difference  remains  which  repre- 
sents the  relative  amount  of  loss  (or  gain)  of  energy  which 
has  occurred  during  the  act  of  chemical  union,  change,  or 
mixture  of  the  acid  and  alkali  or  other  substances  employed, 
as  measured  by  the  particular  positive  metal.  And,  6th. 
Ascertain  the  percentage  amount  of  loss  or  gain  of  the  calcu- 
lated electromotive  force  "D"  in  various  cases.  By  this 
process  we  obtain  a  series  of  percentage  numbers  which  we 
may  view  as  representing  the  relative  amounts  of  loss  (or 
gain)  of  molecular  energy  which  have  occurred  during  the 
actions  with  the  different  substances  under  the  given  con- 
ditions. 

The  method  is  essentially  one  for  directly  measuring  the 
differences  of  mean  amount  of  electromotive  force  excited  by 
two  different  electrolytes,  and  by  the  liquid  produced  by 
mixing  them  together,  with  particular  positive  metals,  before 
and  after  mixing  ;  and  as  these  differences  must  indicate 
the  quantity  of  energy  of  some  kind  lost  or  gained  during  the 
mixing,  the  method  is  to  a  corresponding  extent  a  means  of 
ascertaining  the  amount  of  relative  loss  or  gain  of  energy 
during  the  chemical  union  or  mixture  of  electrolytes.  If  we 
use  only  a  single  kind  of  positive  metal,  the  method  may  be 
regarded  as  a  system  of  measurement  of  the  relative  losses 
and  gains  of  energy  as  obtained  by  means  of  that  particular 
metal.      Each  positive  metal  is  probably  only  affected   by 
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and  only  measures  the  influence  and  changes  of  a  portion  of 
the  molecular  motion  of  the  substances  present,  viz.  that  por- 
tion which  neutralizes  some  of  the  molecular  motion  of  that 
metal  and  converts  it  into  electric  current.  In  a  research  on 
"  Relation  of  Volta  Electromotive  Force  to  Latent  Heat, 
Specific  Gra^dty,  &c.  of  Electrolytes"  (Phil.  Mag.,  August 
1891,  p.  157),  1  have  shown  that  in  various  cases  of  dilution 
or  mixture  of  such  liquids,  a  gain  of  mean  amount  of  electro- 
motive force  of  the  two  liquids  occurs  simultaneously  with  a 
loss  of  latent  heat  during  the  act  of  mixing,  the  kind  of  energy 
therefore  measured  by  this  method  is  not  identical  with  that  of 
heat ;  and  as  we  do  not  know  definitely  of  what  "  chemical 
affinity"  really  consists,  we  cannot  say  that  what  is  measured 
is  identical  with  chemical  energ}'^.  Whilst  the  thermochemical 
method  only  measures  the  proportion  of  energy  which  causes 
thermal  change,  the  present  one  only  measures  that  which 
produces  electric  change  ;  and  it  is  probable  that  the  kind  of 
energy  measured  differs  somewhat  with  each  different  kind  of 
positive  metal.  That  we  are  unable  clearly  to  define  either  of 
the  fundamental  kinds  of  energy,  and  that  the  modifications 
of  them  are  very  numerous,  is  generally  admitted. 

A  number  of  suitable  pairs  of  acids  and  bases,  acids  and 
carbonates,  acids  and  saJte,  &c.  were  examined  with  different 
positive  metals  according  to  this  method,  and  the  percentage 
amounts  of  loss  or  gain  of  molecular  energy  ascertained.  All 
the  measurements  of  electromotive  force  are  given  in  volts. 
The  means  employed  of  obviating  undue  influence  of  polari- 
zation have  already  been  described  (Phil.  Mag.,  Dec.  1890, 
p.  484),  and  were  sufliciently  effectual  in  nearly  all  cases. 

It  would  have  saved  much  labour,  and  have  3rielded  more 
simple  and  apparently  more  important  results,  if  the  measure- 
ments had  been  limited  to  those  obtained  with  a  single  positive 
metal.  But  whilst  taking  great  care  to  obtain  substantially 
reliable  results,  I  have  avoided  making  only  a  small  number 
or  a  very  limited  variety  of  experiments,  because  it  imparts  a 
false  degree  of  apparent  consistency  and  importance  to  the 
results,  and  leads  to  the  common  and  erroneous  conclusion 
that  the  phenomena  of  nature  are  more  simple  than  they 
really  are,  and  consequently  the  conclusions  drawn  have  to  he 
sooner  or  later  corrected.  In  an  extensive  subject  like  the 
present  one,  a  considerable  number  and  sufficient  variety  of 
facts  is  necessary  in  order  to  arrive  at  truthful  conclusions. 

The  substances  employed  were  in  nearly  every  case  of  a 
high  degree  of  purity.  Distilled  water  was  used  in  making 
all  the  solutions.  The  caesium  carbonate  was  obtained  from 
Dr.  H.  Trommsdorff,  of  Erfurt,  and  both  it  and  the  carbonate 
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of  rubidium  were  converted  into  caustic  by  means  of  sul- 
phuric add  followed  by  baryta.  The  solution  of  caustic  soda 
was  prepared  by  adding  small  fragments  of  sodium  to  water 
in  a  covered  nickel  crucible.  Chlorate  of  rubidium  could  not 
be  used,  because  it  was  not  sufficiently  soluble;  carbonic  acid, 
chlorine,  and  iodine  were  too  insoluble  to  form  solutions  of 
the  usual  degree  of  strength,  and  weaker  solutions  had  to  be 
employed. 

The  results  are  given  in  series  of  tables.  The  quantities  of 
substances  used  in  each  single  table  were  chemically  equiva- 
lent to  one  another,  and  those  of  one  table  were  usually  so  to 
those  of  other  tables,  except  in  certain  cases  which  the  reader 
will  have  to  observe.  "  Strong  solutions  "  contained  I  equi- 
valent weight  in  grains  dissolved  in  1800  grains  of  water  ; 
in  consequence  of  the  sparing  solubility  of  carbonic  acid,  the 
"  weak  solutions "  were  arranged  to  contain  only  one  tenth 
that  quantity  or  1  equivalent  weight  in  18,000  grains  of 
water.  In  Tables  XVI., XVIII.,  XIX., XX.,  XXIL,XXIII., 
XXIV.,  XXV.,  XXVIII.,  and  XXIX,  still  weaker  liquids 
were  used.  In  all  the  tables,  as  the  amounts  of  variation  of 
electromotive  force  due  to  difference  of  atmospheric  tempera- 
ture were  usually  small  (see  page  42),  and  the  insertion  of 
the  temperatures  would  enlarge  the  tables,  the  temperatures 
are  omitted. 

In  most  of  the  tables  of  Sections  A,  B,  C,  and  D,  the  sub- 
stances are  arranged  in  the  usual  chemical  groups  in  order  to 
enable  the  results  to  be  more  conveniently  compared  with  the 
atomic  weights,  specific  gravities,  amounts  of  chemical  heat, 
&c.  of  the  elementary  constituents  of  the  compounds. 

The  tables  of  Section  A  relate  to  the  Formation  of  Salts 
from  Acids  and  Alkalies,  and  give  with  each  pair  of  substances 
the  separate  amounts  of  electromotive  force  excited  by  the 
acid,  the  base,  and  the  saline  product  of  their  union  ;  then  the 
mean  electromotive  force  as  calculated  from  those  of  the  two 
separate  substances  and  corrected  for  difference  of  equivalent 
weight ;  the  amounts  of  loss  of  energy  due  to  the  chemical 
union  of  the  acid  and  base,  and  the  percentages  of  such  loss 
upon  the  calculated  mean  amounts.  In  some  of  these  tables, 
the  numbers  of  Centigrade-gramme  units  of  heat  evolved  by 
the  chemical  union  of  some  of  the  same  ingredients,  as  deter- 
mined by  J.  Thomsen,  are  given  for  the  purpose  of  comparison 
with  the  amounts  of  loss  of  electromotive  force. 

The  influence  of  the  positive  metal  was  examined  by  em- 
ploying several  different  positive  metals  with  the  same  solu- 
tions m  different  sections  of  the  research.  The  effects  of 
difference  of  acid,  base,  salt,  halogen,  strength  of  solution^ 
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temperature,  and  heatiug  the  liquids  were  also   examined. 
Aluminium  is  a  suitable  positive  metal  to  use  with  the  alkalies. 

Section  A. — Formation  or  Salts  from  Acids  and  Alkalies. 
Table  I. — Positive  metal,  Aluminium.     Strong  Solutions. 


Ingredients.     E.M.F. 

Oompounds.    E.M.F. 

Calculated 

Change  of       Per 
E.M.F.         cent. 

Units  of 

Chemical 

Heat. 

CaHO.            1-44146 
RbHO.            1-41000 
KHO.             1-38140 
NaHO.           1-39140 
AinHO.          1-36138 

HCl.               112986 

CsOl.                -9238 
RbOl.             10090 
KGl.               1-0096 
NaCl.                -9953 
AmOl.              -9381 

1-3888 
1-33(51 
1-2821 
1-2666 
1-2585 

hoaa4m    =3333 
„    -3271      24-48 
„    -2725      21-25 
.,     -2713      21-40 
„    -3204      25-45 

202.320 
193.020 

HBr.               10954 

RbBr.               -9810 
KBr.               10382 
NaBr.                95526 
AmBp.              -8952 

1-2707 
1-2123 
1-1106 
1-1818 

Lo»  •2«)7  =22-80 
„     -1741       14-35 
„    -15534    13-98 
„    -2866      24-25 

180,460 
171,160 

HI.                   -9667 

Rbl.                 -8809 
KI.                   -9095 
Nal.                 -89506 
Ami.                -86374 

1-1623 
1-0983 
1-0678 
1-1160 

L088  -2814  =24-21 
„    -1888      17-19 
„    -17274    1618 
„    -25226    22-60 

150,040 
140,600 

H.,SO^.           108396 

C8,S0j.             -92094 
Rb..SO,.            -92952 
K,SO».             -92080 
Na,SO,.            -91808 
Am^SO^.           -9095 

1-3570 
1-3022 
1-2426 
1-2221 
1-1976 

Loss -436     =32-13 
..    -37268    28-62 
„    -3218      25-95 
.,    -30402    24-87 
„     -2881      24-05 

267,180 
257,970 

225,930 
216,450 

HNO.,.            10382 

ObNO,.             -91236 
RbNOg.            -91236 
KNO,.              -9095 
NaNds.            -9095 
AmNO,.           -9066 

1-3267 

1-2680 

1-20812 

1-1850 

1-16178 

Loss  -41434-31-23 
„     -35564    28-04 
„    -29862    -24-71 
„    -2755      21-24 
„    -25618    21-98 

HOIO3.          10382 

KOIO..            -88948 
NaOlO,             -83948 
AmOlO,           -8952 

1-1760 
11516 
11309 

Loss  -2855  =24-30 
„    -26212    22-76 
,.    -2357      20-84 

Formic  acid.     -7379 

CsFormiate.    '73504 
Rb        „           -74934 
K          „           -7552 
Na        „           -75506 
Am       „          -75506 

1-2832 
1-2011 
1-0911 
10416 
1-0028 

Loss  -54816=42-72 
„    -45176    37-61 
„    -3359      30-78 
„    -28654    27-52 
„    -24774    24-70 
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Table  II. — Positive  nutal,  Aluminium.     Weak  Solutions. 
Influence  of  Dilution, 


Ingredientfl.    B-MJ. 

Compounds.    E.M.F. 

Calculated 
KMF. 

Change  of          Per 
E.M.F.            cent. 

HOL               1-0096 
HBr.                -9667 
HI.                  -86946 

KCL                 -9180 
KBr.                -89234 
KI.                   -85516 

1-2035 
11179 
1-0122 

Tmfis  -28542=23-71 
„    -22565    20-17 
„    -15704    15-51 

HaSO^.           1-0382 

K^O^.             -87232 

11938 

Loss  -3215  =26  93 

HNO3.             -9810 

KNO3.              -85802 

1-1452 

Loss  -2872  =2507 

Formic  acid.     -7818 

K  Formiate.     -78080 

1-0827 

Loss  -3019  =27-88 

The  degree  of  strength  of  the  solutions  manifestly  affected  the  results. 

H,CO,.             -80868 
RbHO.           1-3242 
KHO.             1-3299 
NaHO.           l-a385 

RbjCO,.           -92094 
K,00..             -89520 
Na^CO,.           -89806 

11673 
1-0983 
10583 

Loss  -2463  =21-15 
„    -2031      18-31 
„    -16024    1514 

Table  III. — Positive  metcUy  Tin,     Strong  Solutions. 


Ingredienta.    E.M.F. 

Compounds.    B.M.F. 

Calculated 
E.M.F. 

Change  of     Per 
E.M.F.       cent 

Units  of 

Chemical 

Heat. 

BbHO.             -9210 
KHO.               -9210 
NaHO.             -90384 
AmHO.            -88668 

HCl.                -8066 

RbOL               75512 
iCl.                -7494 
NaOl.               -7351 
AmCL              -7065 

-8908 
-8758 
•8574 
•8452 

Lossia'>7  =16-23 
.,     1264      14-43 
„    -1223      1426 
„     1387      16-42 

202,320 
193,020 

HBr.               -79802 

RbBr.              -7351 
KBr.                -7494 
NaBr.              -73796 
AmBr.              -68362 

-8665 
-8629 
•8330 
•82423 

Loss  -1314  =15-16 
„    -1135      1315 
„    -09504    11-40 
„     1406      1705 

180,460 
171.160 

HI.                -73510 

RbL                 -6779 
KI.                  -68934 
Nal.                  -6922 
Ami.                -67504 

•8175 
7917 
-7752 
7669 

Loss  -1396  -17-07 
„    -10236    12-98 
„    -0830      10-58 
„    -09186    12-97 

150,040 
140,600 

H,80,.            -8209 

Rb^SO^.           -71794 
K^,.             -71794 
Na,80,.            -70364 
Am^SO^.           -69506 

•8885 
•8742 
•8581 
•8478 

Loss  -1706  =19-20 
„    -15626    17-87 
„    -15446    1800 
„    -15274    18-01 

267,180 
257.970 

FhU.  Mag.  S.  5.  Vol.  33.  No.  200.  Jan.  1892. 
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Table  III.  (continued). 


Ingredients.     E.M.F. 

Compounds.     E.M.F. 

Calculated 
E.M.F. 

Change  of          Per 
B.M.F.            cent. 

Units  of 

Chemical 

Heat 

HNO,.            -8352 

RbNO,.            -68648 
KNO..              -68362 
NaNO..            -68016 
AmNOj.           -68016 

•9367 
•8756 
•8618 
•8632 

Loss  -2502  =2671 
„    -1919      21-91 
„    -18164    2107 
„    -1730      20-28 

225.930 
216.450 

HOlO,.            -8123 

XaO..             -6636 
NaOlO,.            -6636 
AmOlOj.          -66932 

-8863 
-8417 
•8336 

Loss  -2227  =2513 
„    -1781      2116 
„     1643      19-70 

Formic  acid.     6492 

RbFormiate.   -4862 
K        „            -4920 
Na       „            -4920 
Am     „            -51774 

•8054 
•7633 
-7677 
-6926 

Loss -3192  =89-63 
„    -2613      34-69 
„    -2767      35-90 
„    -1749      2510 

Table  IV. — Positive  metal,  Cadmium,     Strong  Solutions. 


Ingredients.    E.M.F. 

^";-        E.M.F. 
pounds. 

Calculated 
E.M.F. 

Change  of        Per 
E.M.F.          cent 

HCIO..         10646 
KHO              -88432 
NaHO.            -87860 
AmHO.           -87288 

KaO,.            -89004 
NaCia.          -88146 
AmClO,.         -88432 

-9962 
10128 
1-0080 

Loss  -10616  =  10  66 
„     -1313        12-97 
„     -12368      12-27 

Formic  acid.  1-0646 
RbHO.            -88432 

RbFormiate.  -6784 
K        „           -6784 
Na      „           -68126 
Am      „           -7070 

•8448 
•8172 
-8021 
•7939 

Tiofifl  -1664    =  19  20 
„     -1388        16-9.S 
„     -12084      1506 
„     -0869        10-94 

Aceticaoid.      1-0645 

K  Acetate.      -9644 

1-008 

Loss  -0436   =   4-32 

Table  V. — Positive  metal,  Zinc.     Strong  Solutions. 


Ingredients.   E.M.F. 

Com-        Tj.  vn? 
pounds.       ■^•^•^• 

Calculated 
E.M.F. 

Change  of        Per 
E.m!F.          cent 

HCIO3.          1-3558 
KHO.           1-2185 
NaHO.          1-21656 
AmHO.         11985 

KCIO,.          1-1699 
NaClO,.         1-19278 
AmClOj.       1-18992 

1-3200 
1-2560 
1-2688 

Loss   1601    =  11-37 
„     -0632          6-03 
„     -0789         6-22 

Formic  acid.  1-0698 
RbHO.         1-24426 

Rb  Formiate  1  04406 
K          ,.        1-04978 
Na        „        104692 
Am       „        105264 

1-0620 
11514 
10591 
10624 

Loss  -0079    =     -75 
„      10162       8-82 
„     -01218        1-15 
„     -00976         -91 

Acetic  acid.    13844 

K  Acetate.     1-20136 

1-3905 

Loss   1892    =  13-60 
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Table  VI. — Positive  rnetal,  Zinc.    Weak  Solutions, 


iDgndioits.    E.M.F. 

^"^k      «•^•^• 

Calculated 
E.M.R 

Change  of        Per 
E.M.F.         cent. 

H-CO3.         113844 
BbHO.          1-01830 
KffO.            1-01546 
NaHO.          1-00688 

Bb,00,.        100974 
K,CO,.             -9840 
Na^CO,.           -9697 

1-0545 

1-06967 

1-0757 

Loss  -04476  =   4-21 
«     -08657        8-0 
„     -1060         9-85 

Table  VII. — Positive  metal,  Magnesium.    Strong  Solations. 

Ingredients.    KM.F. 

^ri.  ^^^- 

Calculated 
E.M.F. 

Change  of      Per 
B.Ai:F.        cent. 

KHO.             1-4929 
Formic  acid.    1*6416 
Acetic     „       1-9592 

KFormiate.    1*5558 
K  Acetate.      17131 

1*5600 
1*7427 

Loss  -0042     =    -28 
„     -0296         1-12 

Table  VIII. — Positive  metal,  Magnesium.    Weak  Solutions. 

Ingredients.   E.M.F. 

^ri.      «•^^• 

Calculated 
B.M.F. 

Change  of       Per 
E.M.F.         cent. 

H.CO,.         1-16416 
KHO.           1-2412 

KjOOj.           1-3986 

1 
1-2073     Gain  -1912  =  15-83 

Conclusions  from  the  Results  of  Section  A. 

1st.  In  nearly  every  instance  with  Acids  and  Alkalies, 
whether  the  electromotive  force  was  measured  by  means  of 
a  positive  metal  of  aluminium,  tin,  cadmium,  zinc,  or  mag- 
nesium, there  was  a  loss  of  that  force  due  to  the  act  of 
chemical  union  ;  and  the  proportion  of  losses  to  gains  in  the 
entire  series  was  81  to  1.  2nd.  The  amount  of  such  loss 
depended  upon  five  different  conditions,  viz.  the  kind  of  acid, 
of  base,  of  positive  metal,  the  degree  of  dilution,  and  to  some 
extent  the  temperature.  The  losses  were  usually  greater 
with  all  the  other  acids  employed  than  with  carbonic ;  they 
were  larger  with  csesia  than  with  any  other  base  ;  they  were 
usually  greater  with  aluminium  than  with  any  other  positive 
metal,  and  with  very  weak  solutions  than  with  more  concen- 
trated ones  ;  but  the  order  of  magnitude  of  loss  with  salts  of 
potassium  was  nearly  the  same  with  strong  solutions  as  with 
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weak  ones.  3rd.  The  losses  were  often  largest  with  the  sub- 
stances of  greatest  chemical  energy,  though  several  striking 
exceptions  exist  to  this  statement.  Whilst  they  were  usually 
larger  with  hydrochloric  than  with  hydriodic  acid,  and  with 
sulphuric  than  with  nitric,  chloric,  carbonic,  and  the  halogen 
acids,  they  were  greater  with  formic  acid  than  with  either  of 
these  ;  and  whilst  they  were  larger  with  aluminium  than  with 
tin  as  a  positive  metal,  they  were  usually  larger  with  tin  than 
with  cadmium,  and  with  cadmium  than  witn  zinc  or  mag- 
nesium. A  reasonable  explanation  of  the  more  feeble  energy 
of  union,  and  consequently  smaller  loss  of  energy,  during  the 
act  of  union  of  stronger  substances  than  with  weaker  ones  in 
certain  cases  is,  that  the  energy  of  action  and  amount  of  loss 
depend  upon  the  mutual  relations  of  the  inherent  molecular 
motions  of  each  of  the  two  substances  ;  that  when  these  are 
so  related  that  they  cannot  coexist,  but  must  freely  neutralize 
each  other,  the  loss  of  energy  is  the  greatest.  The  incom- 
patible motions  of  carbon  and  oxygen,  and  the  compatible 
ones  of  carbon  and  chlorine,  at  a  red  heat  are  familiar 
examples.  4th.  The  order  of  magnitude  of  loss  of  electro- 
motive force  was  in  the  majority  of  cases  substantially  the 
same  with  different  positive  metals.  5th.  In  nearly  all  the 
cases  in  which  thermochemical  data  are  given,  the  loss  of 
electromotive  force  varied  directly  as  that  of  chemical  h(»at, 
as  if  the  two  forms  of  energy  were  concomitant  effects  of  the 
same  cause,  viz.  decrease  of  molecular  motion.  And,  6th. 
The  amount  of  loss  did  not  vary  regularly  with  the  atomic 
weights.  As  the  amounts  of  loss  of  electromotive  force 
depend  in  every  case  upon  each  of  the  two  uniting  substances 
and  upon  the  relations  of  their  molecular  motions  to  each 
other,  it  is  not  probable  that  they  would  vary  regularly  with 
the  magnitude  of  the  atomic  weight  of  the  positive  ingredient 
alone  in  its  chemical  series,  or  with  that  oi  the  negative  one 
alone  in  its  series,  but  would  be  aflPected  by  both.  The  general 
relations  of  the  amounts  of  electromotive  force  of  the  in- 
gredients and  of  their  compounds  in  the  various  groups  to  the 
atomic  weights  of  the  substances,  when  measured  by  different 
positive  metals,  have  already  been  partly  examined  (see  Proc. 
Birm*  Phil.  Soc.  1891,  vol.  vii.  p.  253).  By  arranging  the 
series  in  each  group  in  the  order  of  the  halogen  acids,  the 
agreement  with  the  atomic  weights  was  less  conspicuous  than 
when  the  order  was  that  of  the  alkali  metals. 

The  next  section,  "  B,"  relates  to  the  Formation  of  Salts 
from  Acids  and  Carbonates,  and  gives  in  each  instance  the 
separate  amounts  of  the  electromotive  force  of  the  acid,  of  the 
carbonate,  and  of  the  sjilt  produced  by  them,  also  the  calcu- 
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lated  mean  amounts  and  the  actual  and  percentage  losses  of 
that  force  duo  to  the  decomposition  of  the  carbonates  by  the 
acid. 

Section  B. — Formation  of  Salts  from  Acids  and 
Carbonates. 


Tablb  IX. — Positive  metal,  Aluminium,     i 

Strong  Solutions. 

Ingrediente. 

E.M.P. 

''TS'^   E-M-^- 

Calculated 
E.M.F. 

Change  of       Per 
E.M.F.         cent. 

CsjCO,* 
]Sa.,CO,. 

1-00388 
1-0096 
10239 
1-0239 

HCl. 

112986 

OsOl.              -9238 
RbCl.            10096 
KOI.             1-0096 
NaOl.              -9953 

1-03028 
103850 
107070 
1-0670 

Loss  -10648  =  10-33 
„  -0289  2-78 
„  -0611  5-71 
„      0717          6-72 

HBr. 

10954 

RbBp.            1-9810 
KBr.              1-0626 
NaBr.              -95626 

10450 
1-0382 
10664 

Loss  -064  =  612 
„  -0343  3-22 
„     -11114      10-42 

HL 

•9667 

Rbl.                -8809 
KI.                  -9096 
Nal.                -89806 

•9820 
-9856 
-9822 

Lobs  -1011  =  1029 
„  -0791  802 
„     -0841          8-66 

H^,. 

1-08396 

Cs,SO,.           -92094 
Rb,SO,.          -9295 
K„SOj.            -9238 
Na,804.           -9181 

10244 
1-0318 
1-0488 
1-0523 

Loss  -10346  =  1009 
„  1023  9-91 
„  -1260  11-90 
„     -1342        12-76 

HNO,. 

1-0382 

OsNO,.            -91236 
RbNOg.           -91236 
KNO3.             -9095 
NaNOg.           -9095 

1-0144 
10198 
1-0307 
1-0316 

Loss  -10204-  1006 
„  -10744  10-53 
,;  -ril'iO  11-75 
„      -1221         11-85 

HCIO3. 

10382 

KCIO3.          -88948 
NaClOg.        -88948 

1-0317 
1-0302 

Loss  •142-22  =  13-78 
„      -10302      13-66 

Formic  add. 

•7379 

OaFormiate.  -735104 
Rb       „        -74934 
K         „        -7522 
Na       ,,        -75506 

•9476 
-9319 
•9094 
•8910 

Loss  -21256  =  22-43 
„  -18256  19-57 
„  -15720  17-28 
„     -13594      15-25 

*  a  specimen  of  ciesium  carbonate,  contaiaing  silica,  gave  an  electromotive 
force  of  only  -9924  Yolt. 
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Tablb  X. — Positive  metalj  Aluminium.     Weak  Solutions. 
Influence  of  Diltttion, 


Ingredients 

E.M.F. 

Oompoundfl 
formed. 

B.M.F. 

Calculated 
B.M.F. 

Change  of 
B.M.F. 

Per 

cent. 

K^OO,. 

•8952 

HCl. 
HBr. 
HI. 

1-0096 
•9667 
•86946 

KCl. 
KBr. 
KI. 

•9180 

•89234 

•85516 

1-0676 
•9338 

•8784 

Lou   1496 
„     -04146 
„     -02324 

=  14-0 
4-44 
2-64 

H,80,. 

1-0382 

K,SO, 

•87232 

10733 

LoflB-2010 

-  18-72 

HNO3. 

•981 

KNO,. 

•85802 

1-0423 

L0B8  -1843 

=  17-68 

Formic  acid. -7818 

K  Formiate. 

•78080 

•9717 

L088  -1909 

=  19-68 

Table  XI.—. 

Positive  metaly  Tin.     Strong  Solutions. 

Ingredients. 

E.M.F. 

Compounds 
formed. 

B.M.F. 

Calculated 
B.M.F. 

Change  of          Per 
E.M.F.            cent 

Na^CO,. 

•6213 
-6178 
•6178 

IICI. 

•8066 

Bba. 

FCl. 

Naa. 

-75512 

•7494 

•7351 

•6660 
•6831 
•6947 

Gain -0891    =1337 
„     ^0663         9-70 
„      0404         5-81 

HBr. 

•79802 

KbBr. 
KBr. 
NaBr. 

•7351 
•7494 
•73796 

-6943 
•7662 
-72674 

Gain -0408   =    587 
Lois  -0168         219 
Gain -01122        154 

HL 

-73510 

Bbl. 

KI. 

NaL 

•6779 
•6893 
-6922 

•6812 
•6940 

•7008 

Lon  -0033    =      -48 
„      0047           -67 
„     -0086            12 

H,80,. 

•8209 

Rb,804. 

K,S04. 

Na^O,. 

•71794 
-71794 
70364 

•6809 
•7071 
•7153 

Gain -03704=    5-44 

„     -01084        1-53 

Lofls  -01166        1-63 

HNO,. 

•8352 

RbNO.. 

KNO.. 

NaNO,. 

-68648 
-68632 
-68016 

•6970 
•7215 
•7358 

Loss  -0105    =    1-50 
„     -03518        4-87 
„     -05564        7-56 

HCIO,. 

-8123 

KCIO,. 
NaClO,. 

•6636 
-6636 

•7201 
•7373 

Loss  -0565    =    7-84 
„     -0737        1000 

Formic  acid 

•5492 

BbFcrmiate.  -4862 
K         „          -492 
Na       ,.          -492 

•6007 
•5903 
-5859 

Low  -1145    -  1906 
„     -0983        16-65 
„     -0939        1603 
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Table  XII. — Positive  metal.  Cadmium.     Strong  Solutions. 


Ingredients. 

E.M.F. 

OompoundB 
formed. 

E.M.F. 

Calculated 
E.M.F. 

Change  of       Per 
B.M.F.         cent. 

Na,C(5, 

•8018 

•78994 

•75848 

HOL 

11215 

RbCl. 

KCL 

NaCl. 

•93008 
•98166 
•99586 

•8811 
•8800 
-9726 

Gain -04898=    6-55 
„     -10156      11-54 
„     -0232         2-38 

HBr. 

1-11026 

RbBr. 

KBr. 

NaBr. 

•90434 
•89560 
•87860 

•9310 

-9629 

10152 

L08B  -02666  =    2-86 
„     -0673          6-98 
„     -1366        13-45 

HI. 

1-0931 

Rbl. 

KI. 

Nal. 

•88432 
•88146 
•8786 

•9666 

•9908 

10279 

TiOflB  -07228  -    7-55 
„     -1093        11-03 
„      1493        14-66 

H^,. 

1-1646 

Na,s6,. 

•94438 

•9644 

•9930 

•9123 

-9458 

1-0115 

Gain  0320    =   351 

„     ^0186          2-0 

LoflB  -0186          1-82 

HNO3. 

11330 

RbNO,. 

KNO,. 

NaNOg. 

101016 
1-0073 

•OMdii 

•9210 

•9537 

1-0129 

Gain  0891    =   9-67 
„     -0536          5-63 
Loss  -02848        28 

HCIO,. 

1-0645 

KCIO,. 

NliClO;,. 

-89004 
-88146 

-9410 
•9896 

Loss  -0610    =    5-42 
„     -10804      10-91 

Formic  acid 

.    7356 

Rb  Formiatf 
K 

Na        „ 

'.  -6784 
-6784 
-68126 

•7aT0 
-7681 
-8076 

Low  -1066    -  13-58 
.,     -0897        11-67 
„     ^12624      15-64 

Table  XIII. — Positive  metal,  Zinc.     Strong  Solutions. 


Ingredients.   E.M.F. 

Compounds  j,^  -p 
formed. 

Calculated 
E.M.F. 

Change  of        Per 
E.M.P.         cent. 

Rb^CO,.          -8583 
KaCO,.            -74089 
Na,CO,.          -74089 

HCl.             1-46734 

RbCl.            1-23082 
KCl.              1-2-2710 
NaCl.            1-26570 

1-00-27 

•9922 

1-0382 

Gain -2281    =2274 
„     -2349        23-67 
„     -2175        20-95 

HBr.             1-3844 

RbBr.            120706 
KBr.              1-19850 
NaBr.            11842 

10739 
1-0883 
1-1300 

Gain  -13318  =  12-4 
„     -1102        1012 
„     -0642          4-79 
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Table  XIII.  {continued). 


Ingredients.    E.M.F. 


CompoundB    ;c<  ilt  p 
formed. 


Calculated 
B.M.F. 


Change  of 


Per 

cent 


HI. 


1-3129 


Rbl. 

KI. 

Nal. 


11699 

1-16418 

11413 


1-0963 
11125 
1-1464 


Gain -0736    =    6-71 

„     -05168        4-64 

Lo88  -0041  3  59 


H2SO4.  1-38726 


Rb«SO« 

K,§0 

Na^SO,. 


1-30146 
1-29002 
1-2700 


1-0142 
1-0092 
1-0514 


Gain  2872 
„  -2808 
„     -2186 


:  28-30 
27-83 
20-79 


HNO,.  1-4720 


HCIO,. 


1-3558 


RbNOg. 

KNO,. 

NaNOj. 


119278 
1-17848 
11721 


10740 
1-0814 
10370 


Gain -1187    = 
„     -09708 
„     -1351 


11-05 
8-97 
309 


KCIO.. 
NaClO,. 


11699 
1  19278 


1079 
1-1188 


Gain -0009 
„     -0739 


8-42 
6-61 


Formic  acid.    1-0698 


RbFormiate.  1-04406 
K        „  1-04978 

Na      „  1-04C92 


-9223 

•8724 


Gain -1217    : 
„      17738 
„     -1533 


:  13-20 
20-33 
1714 


Table  XIV, — Positive  inetal.  Magnesium.    Strong  Solutions, 


Ingredients.    E.M.F. 


K,C03.  1-26836 

Formic  acid.  1*6416 
Acetic      ,.     1 


Compoands  -p^p 
formed.      -^-o^-'- 


C^culated 
RM.F. 


KFormiate.    1-6658 
K  Acetate.       1*7131 


1-4116 
1-5843 


Change  of 
E.M.F. 


Per 
cent. 


Gain -1442    =10-21 
„       1288  813 


Conclusions  from  the  Results  in  Section  B. 

1st.  In  all  the  cases  with  acids  and  carbonates,  whatever 
kind  of  positive  metal  was  employed,  there  was  either  a  loss 
or  gain  of  electromotive  force  due  to  the  chemical  change. 
2nd.  The  losses  were  more  frequent  than  the  gains.  3rd. 
Whilst  in  Section  A,  where  the  energy  of  chemical  union 
was  much  greater,  the  number  of  cases  of  loss  was  81,  and  of 
gain  onl}'-  1,  in  the  present  Section  the  numbers  were  57  and 
13  respectively.  4th.  The  amount  of  loss  or  gain  depended 
upon  the  same  conditions  as  in  Section  A.  5th.  The 
losses  were  greater  with  formic  acid  and  with  caesia  than 
with  all  other  substances,  the  same  as  in  Section  A  ;  and 
were  usually  larger  with  very  dilute  solutions  than  with  more 
concentrated  ones,  but  the  order  of  loss  with  salts  of 
potassium  was  nearly  the  same  with  strong  solutions  as  with 
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weak  ones,  the  same  as  in  Section  A.  6th.  They  were 
smaller  with  the  carbonates  than  with  the  hydrates  ;  whilst 
with  aluminium  as  the  positive  metal,  the  losses  with  hydrates 
varied  from  42'7  to  13'98  per  cent.,  with  the  corresponding 
carbonates  they  varied  from  22*43  to  2*78  per  cent. ;  they 
were  smaller  with  the  carbonates,  because  the  energy  of 
chemical  union  was  less,  and  because  a  portion  of  the  energy 
had  already  been  lost  during  the  act  of  union  of  the  base  with 
the  carbonic  acid ;  the  same  circumstances  explain  to  some 
extent  the  occurrence  of  gains  instead  of  losses  of  electro- 
motive force  in  some  of  the  cases.  And  7th.  The  magnitude 
of  losses  was  largely  aflfected  by  the  kind  of  positive  metal  ; 
whilst  with  aluminium  the  losses  with  carbonates  varied  from 
22*43  to  2*78  per  cent.,  with  tin  the  variation  was  from  a  loss 
of  19-0  to  a  gain  of  13*4  per  cent. ;  the  order  of  magnitude 
of  loss,  however,  was  in  the  majority  of  cases  substantially 
the  same  with  different  positive  metals.  The  proportion  of 
gains  to  losses  was  much  larger  with  zinc  than  with  cadmium. 
The  next  section,  C,  consists  of  Salts  +  Salts,  and  in- 
cludes mixtures  of  substances,  the  ingredients  of  which,  in 
most  of  the  cases  at  least,  are  not  usually  considered  to 
chemically  unite  with  each  other,  and  in  which  the  energy  of 
action  is  very  feeble,  and  consequently  the  loss  of  electro- 
motive force  may  be  expected  to  be  very  much  less  than  in 
Sections  A  and  B.  in  this  section,  as  in  the  previous 
ones,  the  ingredients  of  each  pair  are  in  equivalent  proportions 
to  each  other,  and  the  compounds  are  arranged  in  cnemical 
series  so  as  to  facilitate  comparison  with  the  atomic  weights, 
&c.  of  the  metallic  bases. 

Section  C. — Saxts  +  Salts, 

Table  XV. — Positive  nietaly  Cadmium.     Strong  Solutions. 


IngiDdienU.     E.M.R 

Mixture,           E.M.F. 

Calculated 
E.M.F. 

Change  of          Per 
E.M.F.            cent 

KCL               -97870 
CaCL.              -VeiM 
SrCL.               -96440 
BaCl^             -97298 

2Ka+CaOL.      -9501 
„     +SrCla.      -9501 
„     4-BaOL,.     -94162 

•9713 
•9713 
•9763 

Lo88   0212    =  2-18 
„     -0212         218 
„      ^0337         3-46 

MgCl,.             -96726 
ZdCI,.             -96726 
CdCl,.             -96440 

2K01+MgCl^.    -9501 
,.     +ZiiCl^     -96727 
„     H-Cdd^.     -9368 

•9742 
•9732 
•9708 

Loss   0241    =  2-47 
„      •0169         163 
„      0360         360 

K„8q,.             -96440 
Jr<g80«.           -96164 
ZnSO,              -97298 
CdS04.            -97870 

Ka80j+MgS04.  -95296 
„      +Zn804.   •^-'^382 
„      +CdSO,.  -95382 

•9626 
•9685 
•9722 

Lo68  0095    =     ^99 
„      0147         1-51 
„     -0184         1-89 
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Table  XV.  {continued). 


Ingredientfl. 

E.M.F. 

Mixture.              E.M.F. 

Calculated 
E.M.F. 

ChaDge  of 
E.^F. 

Per 
cent. 

NaOL 

•99586 

2NaOH-OaClj.    -97298 
„      +SrCl,.    -97298 
„      +BaCl,.   -9787 

•9791 
•9778 
•9812 

Lo88  -006 
,.     -0048 
„      ^0025 

=     -61 
•49 
•25 

2NaCH-MgCl„.  ^9787 
.,      +ZnCla.   -9787 
„      +CdCl^    -97584 

•9830 
•9804 
•9766 

Loss  0043 
„     -0017 
„     -0008 

=     -48 
•17 
-08 

2Na01+MgSO..  ^9787 
„      +ZnSO,.  -98166 
,.      +CdS04.  -98442 

•9786 
•9826 
•9848 

Gain  -0002 
LoM  -001 
„      0004 

=    -02 
•10 
•04 

Na,SO,. 
AmCl. 

•9930 
•90148 

NaJSO4-h2K01.     98442 
„      +2NaCl.  -9930 
„      -h2AraCl.  •9501 

•9855 
-9942 
•9536 

Lofls  0011 
„     -0012 
,.      -0025 

=    -11 
•12 
•36 

• 

NaaS04+MgS04.  -97584 
„      +ZnSO^.  -97870 
„      +CdSO,.  •98156 

•9785 
■9823 
•9845 

Low  -0027 
„     -0036 
„      -0029 

=    ^27 
•86 
•29 

Na,PA. 

•8214 

4KCl+Na.PaO,.  -89862 

•9039 

LoM  -00528 

=    -58 

^Ifid'y 

•78994 
•76848 

KaOOj+NaaCOa.  77664 

•7762 

Lo88  -0005 

=  <m 

KHO. 

•8843 

KHO+KCl.         -9072 

•9417 

Lo88   0345 

=  367 

Influence  of  Temperature. 

The  mixture  NasS04  +  2KCl  in  the  above  table  was  re- 
examined with  each  of  the  three  solutions  at  about  98^  C. 
The  electromotive  force  of  the  KCl  solution  was  '9501,  of  the 
NaaSO^  -9644  ;  and  of  the  mixture  of  the  two  '95382  ;  the 
calculated  electromotive  force  of  the  latter  was  '9570,  and 
the  loss  '00348  or  '363  per  cent.  The  rise  of  temperature 
therefore,  whilst  diminishing  somewhat  the  electromotive  force 
of  each  of  the  three  liquids,  had  very  little  eflfect  upon  the 
percentage  of  loss  in  this  case. 

Table  XVI. — Positive  metal,  Zinc. 

Strength  of  Solution  1  equivalent  weight  in  grains  in  31,000 
grains  of  water. 


IngredienU.    E.M.F. 


Mixture.  E.M.F. 


KOI.  1-295      ' 

KNO,.  1-14988     KOl+KNO,.  M413 


Calculated 
E.M.F. 


r2116 


Change  of 
E.M.F. 


Per 

cent. 


Loss  -0703    =    5-82 
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The  following  remarks  may  be  made  respecting  the  results 
in  Section  C  : — 1st.  In  all  the  twenty-six  instances,  except 
one  of  Table  XY.,  there  is  a  loss  of  electromotive  force.  2ncl. 
The  amounts  of  change  of  that  force  are  all  very  small.  3rd. 
They  are  much  smaller  than  those  obtained  with  the  same 
positive  metal  in  Sections  A  and  B,  where  chemical 
action  is  mnch  more  energetic.  If  we  compare  them  with 
those  in  Tables  lY.  and  XIi.,  we  find  that  whilst  the  changes 
in  Section  C  vary  only  from  a  maximum  loss  of  3*6  to  a  gain 
of  '02  per  cent.,  in  Table  lY.  the  losses  vary  from  19*2  to 
lO'HS  per  cent.,  and  in  Table  XII.  the  amount  of  change  is 
from  a  loss  of  15*64  to  a  gain  of  11*54  per  cent.  And,  4th, 
the  results  show  that  the  method  of  measurement  is  sufficiently 
delicate  to  be  employed  with  mixtures  of  neutral  salts  which 
are  not  considered  usually  to  act  chemically  upon  each  other. 

Section  D. — ^Acids  +  Salts. 
Tablb  XYII. — Positive  metals  Cadmium.    Strong  Solutions. 


IngKdientB.     S.MJ?. 

Mixture.                K,M.P. 

Calculated 
E.M.F. 

Change  of            Per 
E.M.F.             cent. 

Ha              1-1217 
CiCL               -93866 
Kba.               -93008 
KOL                 -98156 
NaCL               -99586 

Ha+CBCl.              1-07308 
„    +Rba.             1-04784 
„    +KCL              1-03590 
,    +Na01.             102732 

-9713 

-9747 

1-0-276 

1-0442 

Gain  10178=10-47 
„  -0726  7-47 
„    -0083          -807 

Loss   -0169        1-616 

BaOL.              -97298 
SrOL               -96440 
Ga(4               -95868 

2H01+BaCl,           1-05878 
„      +SrCla             1-05592 
.,      +CaCla            1-05020 

0-0116 
00140 
0-0233 

Gain  -0472  =  4666 
„      -0419        4136 
„      -0269        2-648 

MgCl^             -96726 
ZuCL.              -96726 
CdCl^              -9644 

2HCl-hMgCla.          1-04448 
„      +ZnCL.           1-05592 
„      +CdCl^          106164 

1-3333 
10212 
1-0092 

Gain  -0112  =  1083 
„      -03472      3-40 
„      -06072      6-016 

HBr.              1-11026 
BbBr.               -90434 
KBr.                -89516 
NaBr.              -87860 

HBr+BbBr.            1-08452 
„     +B:Br.              1-05306 
„     +NaBr.             1-07880 

•9721 
-9822 
•9800 

Gain  -1124  .11-56 
„      -0707        7-19 
„      -0988      1008 

H,S04.           1-1646 
Eb-SO^.           -94488 
IL8O4.             •»«44 
Na,SO,.           -9930 
AinJ304.           -9501 

HaSO.+RbaSO^.      1-08452 
„      +K,804.         1-10168 
„      +Na.^O^.       11074 
„      +Am,804.      10645 

10036 
1-0365 
11216 
1-0415 

Gain  -0809  =  8-061 
„      -0651        6-287 
L0B8  -0142        1-2(56 
Gain  -023          220 

MgSO^.            -9644 
ZnSO^.             -9787 
CdSO^.            -9673 

H,80,+MgS0^.       1-07594 
„       +Zn80,.        1-06452 
„      +CdS04.       1-08166 

10544 
1-0490 
1-0030 

Gain  0215  =  2-089 
„      -08552      3-386 
„      -07866      7-842 

HNO,.           1-13314 
Citfioaoid.    106166 

2HC1     +RbaS04.    10931 
H3SO4  +CdOL       1-09024 
2HN03-|.Bb,SO»    109024 
Citric  acid+3KCL   106164 

'9825 
10342 
1-0050 
1-0262 

Gain    1106  -11-25 
„      -056          5-41 
„       0852        8-47 
„      -0354        3-45 
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Table  XVI II. — Positive  metal ^  Zinc. 

Strength  of  Solution  1  equivalent  weight  in  grains  in  31,000 
grains  of  water. 


iDgredients.  E.M.F. 


Mixture. 


E.M.F. 


Calculated 
E.M.F. 


Change  of  Per 

£.M.F.  cent. 


HaCrO^. 
K,SO,. 


1-4988 
1-2843 


HaCr04H-K2SO^.     14416 


1-3711 


Gain  -0705   =    514 


Conclusions  from  Results  of  Section  D. 

1st.  A  sufficient  number  and  variety  of  instances  of  what 
are  generally  considered  to  be  mere  mechanical  mixtures  are 
here  given  to  show  that  such  cases  are  attended  some  by  a 
loss  and  others  by  a  gain  of  energy.  2nd.  The  gains  were 
more  frequent  than  the  losses  in  the  proportion  of  23  to  2, 
and  were  of  greater  magnitude.  Whilst  with  cadmium 
in  Table  XII.  of  Section  6,  where  the  energy  of  chemical 
union  was  much  larger,  the  number  of  cases  of  loss  was  14 
and  gain  6,  in  this  section  the  numbers  were  2  and  22 
respectively  ;  and  whilst  in  the  cadmium  table  of  the  former 
section,  the  largest  loss  was  15'64  per  cent.,  in  this  one  it  was 
only  1*6  per  cent.  ;  in  this  section  there  was  no  case  of  large 
loss  because  there  was  none  of  strong  chemical  union.  And 
3rd.  In  this  series,  as  in  Sections  A  and  B,  the  order  of 
magnitude  of  the  results  appears  to  agree  with  that  of  the 
magnitudes  of  the  atomic  weights  of  the  metallic  bases. 

Section  E.— Acids  +  Acids. 

Table  XIX. — Positive  metal,  Zinc- 

Strength  of  Solution  1  equivalent  weight  in  grains  in  31,000 
grains  of  water. 


Ingredients.   E.M.F. 


HCl. 

HKO3. 
Citric  acid. 
Formic  „ 

H,Cr04. 
Oxalic  acid. 


1-41014 

1-41300 

1-3844 

1-37296 

1-21560 


1-^ 
1-3701 


Mixture. 


E.M.F. 


HjS04+2HCl.  1-41014 

„      -h2HN03.  1-3924 

Citric  acid4-3H01.  1*3924 

2    „       „  -h3ILS0^.  1-3924 

Formic  „  +Hd.  1-31576 

2    „      „    -hH,SO,.  1-3129 
3H.^0rOt +2  Citric  acid.1-4845 

Oxalic  acid  -f  H^SO^.  1  3844 


Calculated 
E.M.F. 


1-4117 
139(59 
1-3864 
1-3903 
1-3015 
1-3174 
1*4333 
1-3924 


Change  of 
E.M.F. 


Loss  -0015 

.,     -0045 

Gain -0060 

„     -0021 

„    -0142 

Loss  -0045 

Gain  -0512 

Loss  -008 


Per 

cent. 


•lOf? 
•322 
-43 
•15 

1-09 
•34 

3-57 
•57 
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Ingredients.    E.M.F. 


I  HCl. 

Hko,. 

Formic  acid 


2-0134 
20162 
1-9848 
1-6130 


Oxalic  acid.      1-7274 


Mixture. 


B.M.F. 


ELS0.+2HC1.  20162 

„      +2HN0„.  200196 

Formiciusid+HCl.  1-8990 

2    „        „    +Hj,S04.  1-90186 

HaSO^+Oxalic  acid.  1-93046 


Calculated 
E.M.F. 


2-015() 
1-9985 
1-7901 
1-8200 
1-8780 


Change  of 
E.M.F. 


Per 

cent. 


Gain  -0012    =    -06 

„  -00346         -17 

„  -109  609 

„  -0818         4-49 

„  -05246       2-79 


The  amounts  of  change  of  energy  in  these  experiments  are 
are  all  very  small,  as  in  the  experiments  with  Salts  +  Salts, 
and  the  general  conclusions  to  be  drawn  from  the  results  are 
largely  similar  to  those  in  Section  D.  In  the  present 
section^  as  in  some  others,  the  gains  of  energy  are  more 
frequent  and  larger  with  a  positive  metal  composed  of  mag- 
nesium than  with  one  of  zinc. 

Section  F. — Alkalies  +  Alkalies. 

Table  XXI. — Positive  metaly  Aluminiuin, 

Strength  of  Solution  1  equivalent  weight  in  grains  in  1800 
grains  of  water. 


Ingredients.     B.M.F. 


Mixture. 


E.M.F. 


Calculated 
E.M.F. 


Change  of 
E.M.F. 


Per 

cent. 


KHO. 
KaHO. 


1-3814 
1-3914 


KHO+NaHO.    13871 


1-3856 


Gain  -0016     =     -11 


Section  G. — Halogens  +  Halogens. 

Table  XXII. — Positive  metal,  Zinc, 

Strength  of  Solution  1  equivalent  weight  in  grains  in  511,500 
grains  of  water. 


1 

I  Ingredients. 

B.M.F. 

Mixture. 

E.M.F. 

Calculated 
E.M.F. 

Change  of           Per 
E.M.F.             cent 

CL 
Br. 
I. 

1-^260 
1-8706 
1-4416 

CI+Br. 
CI  4-1. 
Br+I. 

1-8992 
1-7133 
169328 

1-8873 
1-5471 
1-6074 

Gain   0119  «       -63 
„      -1662        10-74 
„      -0869          6-33 

c 
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Section  H. — Halogens  +  Acids. 

Table  XXIII. — Positive  meted,  Zinc. 

Strength  of  Solution  same  as  in  Table  XXII. 


Ingredients. 

K.M.F. 

Mixture. 

E.M.F. 

Calculated 
E.M.F. 

Chanffeof 
E.rf.F. 

oenL  1 

CI. 

HOI. 

H,SO,. 

1-9250 
1-3558 
1-33578 

014-HOl. 
C14-H,S0,. 

1-76478 
177622 

1-6364 
1-5833 

Gain  -12838 
„       19292 

=  7-84 
1218 

Br. 

1-8706 

Br+HCL 
2Bp4-HaSO^. 

1-79338 
1-78480 

1-7093 
1-6674 

Gain  -084 
„        1174 

=  4-91 
7-042 

Formic  acid. 

1-27858 

01 4- Formic  add. 

1-80482 

1-5601 

Gain  -24472 

=  15-68 

I. 

Citric  add. 

1-4416 
1-24998 

3I-f  Citric  acid. 

1-3987 

1-3773 

Gain  -0214 

=  1-53 

Section  I. — Halogens  +  Salts. 

Table  XXIV. — Positive  metal^  Zinc, 

Strength  same  as  in  Table  XXII. 


Ingredients. 

E.M.F. 

Mixture. 

B.M.F. 

Calculated 
E.M.F. 

Change  of              Per 
E.M.F.              cent. 

a. 

Br. 

L 

KCl. 

1-9250 
1-8706 
1-4416 
1-1927 

a+KCL 
Br+KCl. 
I   -fKCl. 

1-8134 

1-69328 

1-3558 

1-4290 
1-5437 
1-8500 

Gain  -3844  =  269 
„      1495        9-684 
„     -0058          -43 

KBr. 
XL 

1-1556 
1-14702 

Br + KBr. 
I   +KL 

1-7333 
1-2929 

1-443 
1-2747 

Gain   2904  =  20-12 
„     -0181        1-42 

KNO3. 

113844 

Br+KNO.. 
I  +KNO3. 

1-79338 
1-3558 

1-4620 
1-3072 

Gain  -3313  =  2266 
„      0486   •    3-71 

KMnO,. 

1-3844 

Br+KMnO^ 
I  +KMnO,. 

1-8134 
1-4158 

1-5474 
1-4098 

Gain  -266    =  17*18 
„     -006            -42 

ZnSO^. 

lia558 

2Br4-ZnS04 
2I+ZnS0,. 

1-7562 
1-3415 

1-5019 
1-3228 

Gain  -2543  =  16-93 
„     -0187        1-41 

K,C03. 

1-0898 

a+KaCOa. 

1-6704 

1-8735 

Gain   -2909  =  21-61 
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Table  XXV. — Positive  metal,  Magnesium. 

Strength  of  Solution  1  equivalent  weight  in  grains  in  5115 
grains  of  water. 


Ingredients.     E.M.F. 

Mixture. 

E.TVfF. 

Calculated 
B.M.R 

Change  of 
KM.F. 

Per 

cent. 

Br.             2-2565 
KbCL         1-68726 

Br+KCL 

2-1850 

1-8604    . 

Ghun  '3246  = 

17-45 

The  solutions  used  in  this  ease  were  100  times  stronger  than 
in  Tables  XXII.,  XXIII.,  and  XXIV.  The  electromotive 
force  in  so  strong  a  solution  was  very  variable. 

In  all  the  cases  of  Sections  F,  G,  H,  and  I  only  gains  of 
energy  occurred.  The  largest  gain  was  27*0  per  cent;  The 
amount  of  gain  usually  varied  inversely  as  the  atomic  weight 
of  the  halogens. 


Section  J. — Halogens + Alkalies.    Strong  Solutions. 
Efect  of  Heating. 
Table  XXVI. — Positive  metal.  Aluminium, 


/iDgredienU.    B.M.F. 


Br.  1-5816 

KHO.         1-3814 


Mixture.     E.M.F. 


Calculated 
E.MJP. 


Change  of      Per 
xi.M.F.        cent. 


1-4&91 


Ghun  •0250=1-66 


Br+KHO.    1-5241 
Afler  heating  1  minute  to  ahove  90°  C.  and  cooling. 

I  Br+KHO.    1-5101     |     1-4991     I  Gain  -0110=  '73 


The  amount  of  change  produced  by  heat  was  =a  loss  of 
about  -93  per  cent. 

Table  XXVII. — Positive  metal,  Tin. 


^8«^©aient8.    E.M.F. 


Br. 

KHO. 


1-2213 
•9210 


Mixture.     E.M.F. 


Calculated 
E.M.F. 


10976 


Change  of     Per 
E.M.F.       cent. 


Loes -1480=13-48 


Br+KHO.      -9496 
After  heating  1  minute  to  above  90^  C.  and  cooling. 

I  Br+KHO.      -9067    |     10976    |  Lom  •1909=17-40 
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The  amount  of  change  produced  by  heat  was  =  a  loss  of 
3*92  per  cent.  The  electromotive  force  with  aluminium  and 
with  tin  in  the  mixture  of  Br  -f  KHO  was  rather  variable. 


Table  XXVIII. — Positive  metal,  Zinc. 

Strength  of  Solution  1  equivalent  weight  in  grains  in 
511,500  grains  of  water. 


Ingredients.    E.M.F. 


Mixture.     E.M.R 


Calculated 
E.M.F. 


Ghanee  of      Per 
E.M.F.       cent. 


01. 
KHO. 


1-9260 

1-07652    Ol+KHO.     1*8420 


1-4056 


Gain -4365  =3106 


After  heating  65  minutes  to  98°  0.  and  cooling. 

Ol+KHO.     11327         1-4055      Loss  -2728  =19-40 


Br. 


1-8706      Br+KHO.    1*69614        14696      Ghiin  •22654=15-41 
After  heating  65  minutes  to  98^  0.  and  cooling. 

Br+KHO.    11270         1*4696      Loss  3426  =23-31 


I.  1-4416      I+KHO.       1-3844  1*3295      Gain -0549  =  4136 

After  heating  35  minutes  to  98^  0.  and  cooling. 

I  I+KHO.       M270    I      1-3295    I  Loss -2025  =15-23 


In  each  of  these  cases  the  process  of  heating  converted  a 
gain  into  a  loss,  thus  indicating  chemical  change.  The 
amount  of  change  produced  by  heat  in  these  three  cases  was 
=  50*46,  38*72,  and  19*37  per  cent,  of  loss  respectively,  and 
varied  inversely  as  the  atomic  weights  of  the  nalogens.  In 
Table  XXVIII.  the  amount  of  original  gain  varied  inversely 
as  the  atomic  weights  of  the  halogens,  the  same  as  in  Sections 
F,  G,  H,  and  I.  Whether  the  mixtures  were  permanently 
affected  by  light,  or  were  spontaneously  unstable  and  changed 
by  mere  lapse  of  time,  was  not  ascertained.  Probably  some 
of  the  mixtures  in  Sections  G,  H,  and  I  were  also  changeable 
by  heat. 

The  results  given  in  this  Section  and  in  the  following  one 
show  that  the  method  can  be  employed  for  measuring  the 
relative  amounts  of  change  of  energy  caused  by  healing 
electrolytes. 

In  the  following  experiments  the  effect  of  heating  aqueous 
solutions  of  the  halogens  alone  is  shown  : — 
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Section  K. — ^Effect  ox  IlfiATiNG  Aqubous  Solutions  of 
THE  Halogens. 

Table  XXIX. — Positive  metals  Cadmium. 

Strength  of  Solution  1  equivalent  weight  in  grains  in 
449^500  grains  of  water. 


LagredientB.      KMJ*. 


Mixture. 


B.M.lf. 


Water  at  IS^O.  '850  Water+a  at  10*' 0.  1-6608 
After  heatmg  to  90^  C.  during  6  minutes  and  cooling.   1-61076 

f>           M  »•  5            If           »»  1*6650 

»i                 If  ff  *^                 i»                 M                         n 

„           „  „  16           „           „  1*6078 

II           It  ti  •'•O           If           ff                If 

If              If  ff  *'0              II              ,1                     II 


There  still  remained  an  odour  of  chlorine,  and  the  liquid 
liberated  iodine  from  potassium  iodide  after  heating.  The 
loss  of  electromotive  force  was  about  8*6  per  cent. 


Mixture. 


E.M.P. 


Water+Br  at  9-5  C.  1-6136 

After  beating  to  90°  0.  during  6  minutes  and  cooling.  1*60206 

I,  M  »i  6  ,1  »,  1*4{^92 

f»  ff  »  6  ff  »f  1-4220 

If  ft  If  16  „  ,1  1*0902 

fi  ft  ff  16  II  M  'vvu 


The  liquid  was  now  colourless  and  odourless,  and  showed 
no  acid  reaction  with  test-paper.  The  loss  of  electromotive 
force  was  about  34'35  per  cent.  The  last  amount  of  electro- 
motive force  was  slightl}''  larger  than  that  obtained  with  dilute 
hydrobromic  acid  of  equivalent  strength. 


Mixture. 


KM.F. 


Water+I  at  10°  0.  1*1646 

After  heating  to  90**  C.  during  6  minutes  and  cooling.  1*14468 

6  If  9*  n 

6  II  If  If 

15  „  I,  11 

16  ,.  ..  M 


The  degree  of  colour  of  the  liquid  was  diminished  about 
50  per  cent.  The  loss  of  electromotive  force  was  about  1*72 
per  cent. 

In  each  of  these  three  cases  a  loss  of  electromotive  force 
Phil.  Mag.  S.  5.  Vol.  33.  No.  200.  Jan.  1892.  E 
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was  produced  by  heating  and  then  cooh'ng  the  liquid^  and  was 
greatest  with  bromine  and  least  with  iodine. 

The  electromotive  force  at  17^  C,  in  a  solution  of  35*5 
grains  of  chlorine  in  511,600  grains  of  water,  of  a  voltaic 
couple  of  magnesium  and  platinum  was  2'6124,  and  of 
aluminium  and  platinum  1*553  volt. 

RelaJtions  of  Electromotive  Force  to  Dilution  and  Specific 
Gravity  of  Electrolytes, 

In  a  previous  research  on  "  Eelation  of  Volta  Electromotive 
Force  to  Latent  Heat,  Specific  Gravity,  Ac.  of  Electrolytes  '* 
(Philosophical  Magazine,  August  1891,  p.  157),  the  results 
obtained  by  diluting  about  twenty  different  liquids  showed  an 
increase  of  mean  amount  of  electromotive  force  in  nearly  all 
cases;  and  that  if  the  amounts  of  such  change  were  arranged 
in  the  order  of  their  respective  magnitudes,  all  the  strong 
acids  were  at  one  end  of  the  series,  all  the  alkalies  at  the 
other,  and  the  neutral  salts  in  the  middle,  thus  forming  a  kind 
of  volta-tension  series.  Dilution  of  strong  solutions  of  acids 
largely  increased,  and  of  those  of  alkalies  only  feebly  in- 
creased, the  mean  amounts  of  their  volta-electromotive  force. 

With  regard  to  any  relation  of  volta-electromotive  forc«  to 
specific  gravity,  in  cases  of  chemical  union,  various  investi- 
gators have  already  shown  that  contraction  of  total  volume  of 
tne  ingredients  nearly  always  occurs,  and  that  it  is  usually 
attended  by  evolution  or  loss  of  heat ;  and  the  results  of  the 
present  research  show  that  these  eft'ects  are  very  general  I  v 
accompanied  by  decrease  of  mean  amount  of  electromotive 
force.  But  in  cases  of  mere  dilution,  the  increase  of  mean 
specific  gravity  which  usually  takes  place  is  nearly  always 
attended  oy  increase  of  mean  electromotive  force. 

Remarks  and  Conclusions. 

The  following  are  the  chief  results  obtained  in  this 
research  : — 1st.  In  every  instance  either  a  loss  or  gain  of 
electromotive  force  occurred  during  the  mixing  of  any  two 
electrolytes.  2nd.  The  amount  ot  loss  or  gain  diflFered  in 
every  different  case,  and  depended  upon  the  nature  of 
each  of  the  constituents  of  the  mixture,  the  kind  of  positive 
metal,  and  the  degree  of  concentration  and  temperature  of  the 
liquid.  3rd.  The  loss  or  gain  of  mean  amount  of  elec- 
tromotive force  coincided  with  the  presence  or  absence  of 
chemical  change.  The  amounts  of  loss  and  the  proportion  of 
number  of  cases  of  loss  are  largest  in  Section  A,  in  M'hich 
the  degree  of  chemical  action  is  the  greatest,  and  in  Section  J, 
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where  chemical  change  by  heating  occurred.  The  gains  are 
largest  and  most  frequent  in  those  mixtures  in  which  no 
recognized  chemical  change  took  place,  and  in  which  an  acid 
or  halogen  existed  in  a  free  state  to  act  strongly  upon  the 
positive  metal,  as  in  Sections  H,  I,  and  J.  4th.  In  cases 
oi  chemical  uruon^  increase  of  mean  specific  gravity  of  the 
uniting  substances  was  usually  attended  by  decrease  of  mean 
electromotive  force,  and  in  those  of  mere  dilution  it  was 
accompanied  by  increase  of  mean  electromotive  force  of  the 
ingredients.  5th.  In  certain  cases  heating  the  liquid 
permanently  altered  the  amount  of  change  of  energy,  and 
converted  a  gain  into  a  loss,  evidently  because  it  produced 
chemical  change.  These  instances  may  be  viewed  as  ones  of 
unstable  mixture,  the  chemical  equilibria  of  which  are  per- 
manently upset  by  elevation  of  temperature,  and  the  molecular 
changes  of  which  are  not  reversible.  6th.  As  action  and 
reaction  are  always  equal  and  contrary,  we  may  conclude  that 
the  losses  of  energy  suffered  by  the  two  mutually  reacting 
substances  are  always  equal  in  amount ;  this  remark  would 
apply  equally  to  the  two  soluble  substances  during  the  act  of 
mixing,  and  to  the  positive  metal  and  the  substance  which 
acts  upon  it.  And  7th.  As  the  whole  of  the  cases  of 
change  of  mean  amount  of  electromotive  force  in  this  research 
may  be  arranged  in  an  unbroken  series,  beginning  with  those 
of  strongest  chemical  action  and  ending  with  those  of  simple 
physical  mixture  and  dilution,  and  as  the  relative  amount  of 
change  of  mean  electromotive  force  in  this  series  varies  by 
insensible  degrees  from  a  large  percentage  of  loss  to  a  con- 
siderable one  of  gain,  we  may  conclude  that  essentially  the 
same  fundamental  kind  of  energy  operates  in  all  the  cases  ; 
and  the  entire  order  and  its  energy  may  be  compared  with 
those  of  a  volta-tension  series  of  metals. 

The  results  in  general  indicate  the  existence  of  an  extensive 
system  of  quantitative  relations  between  voltaic  electromotive 
force  and  the  atomic  weights  of  the  positive  metals  and  of  the 
negative  and  positive  constituents  of  the  compounds  acting 
upon  them  ;  and  largely  also  between  the  losses  of  electro- 
motive force  and  the  amount  of  chemical  heat ;  the  latter  is 
already  known  to  a  considerable  extent.  With  the  zinc  series 
of  positive  metals  the  electromotive  force  was  usually  greater 
the  smaller  the  atomic  weight  of  the  positive  metal  and  of  that 
of  the  halogen,  of  the  acid  or  salt,  and  the  larger  that  of  the 
metallic  base  of  the  salt.  With  the  halogens  and  their  acids 
it  was  greater  the  smaller  the  atomic  weight  of  the  halogen. 
With  the  alkali  salts  of  the  halogens  it  was  larger  the  smaller 
the  atomic  weight  of  the  halogen  and  the  greater  that  of  the 
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alkali  metal ;  but  with  the  halogen  salts  of  the  caldnm  and 
magnesium  group  of  metals,  and  with  oxygen  salts  of  the 
alkali  metals,  the  influence  of  the  atomic  weight  of  the  metal 
was  less  manifest.  (See  also  "  Some  Relations  of  Electro- 
motive Force  to  Atomic  Weight ''  Ac,  Proc.  Birm.  Phil.  Soc. 
1891,  vol.  vii.  part  2,  p.  253.) 

I  beg  to  offer  the  following  simple  explanation  of  the  chief 
result,  viz.  that  the  loss  or  gain  of  mean  amount  of  electro- 
motive force  coincided  with  the  presence  and  absence  of 
chemical  action.  'J'he  electromotive  force  appears  to  depend 
essentially  upon  the  degree  of  freedom  of  molecular  motion. 
The  substance  which  most  strongly  attacks  the  positive  metal, 
and  by  neutralizing  some  of  its  molecular  motion  excites 
electromotive  force,  is  the  most  electronegative  constituent  of 
the  liquid.  When  this  substance  (acid  or  halogen)  chemically 
combines  with  any  ingredient  of  tne  mixture  it  usually  loses 
heat  and  energy  freely  ;  by  this  act  of  union  its  molecules 
acquire  less  freedom  of  motion,  and  consequently  can  only 
excite  a  decreased  mean  amount  of  electromotive  force  with 
the  electropositive  metal.  But  when  the  solution  of  this  sub- 
stance is  only  diluted  by  the  second  liquid,  a  much  less  amount 
of  its  molecular  motion  is  neutralized  or  lost,  and  the  mole- 
cules of  the  substance  acquire  by  the  dilution  a  larger  sphere 
of  action  and  an  increased  degree  of  freedom  of  motion, 
which  usually  more  thim  compensates  the  small  amount  of 
loss  of  energy  and  of  contraction  of  total  volume  of  the  two 
liquids,  so  that  the  molecules  of  the  substance  can  now  excite 
an  increased  mean  amount  of  electromotive  force.  These 
remarks  must  apply  in  some  degree  to  the  oxygen  of  the 
water,  because  the  water  itself  excites  some  degree  of  volta- 
electromotive  force. 

All  the  results  obtained  appear  to  be  consistent  with  a 
kinetic  theory  of  chemical  action,  and  the  magnitudes  of  the 
amounts  of  electromotive  force  obtained  appear  to  be  deter- 
mined by  the  amount  of  incompatible  molecular  motions  of 
the  mutually  acting  positive  metal  and  the  electronegative 
constituent  of  the  liquid.  As  the  amounts  of  action  and 
reaction  are  equal,  the  degree  of  energy  excited,  both  between 
the  two  liquids  on  mixing,  and  between  the  positive  metal 
and  the  liquids  before  mixing  and  after,  must  be  limited  by 
the  amount  of  incompatible  molecular  motion  ;  the  greater 
the  amount  of  such  motion  in  the  two  liquids  before  mixing 
the  larger  the  quantity  of  energy  lost  by  neutralization  of 
those  motions  during  mixing,  and  the  less  the  total  amount 
of  energy  left  in  the  liquid  substances.  According  to  these 
views,  voltaic  electromotive  force  is  directly  proportional  to 
the  degree  of  freedom  of  the  incompatible  molecular  motions 
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of  the  electropositive  metal  and  of  the  electronegative  acid  or 
halogen  of  the  liquid. 

We  may  regard  every  instance  of  chemical  union,  mixture, 
or  dilution  in  this  research  as  a  case  of  balance  and  change  of 
molecular  motion  of  all  the  substances  composing  the  liquid 
in  the  particular  case.  Previous  to  mixing^  the  molecular 
movements  of  the  liquid  are  mutually  compatible,  and  there- 
fore coexist  without  neutralizing  one  anotner  :  they  are  in  a 
balanced  condition,  the  liquid  is  in  a  state  of  "  rest,"  and  no 
heat  or  other  form  of  energy  is  being  evolved  or  absorbed. 
During  mixingy  a  more  or  less  profound  change  and  redistri- 
bution of  the  movements  takes  place,  those  portions  of  them 
in  the  two  liquids  which  are  mutually  incompatible  neutralize 
one  another,  neat  is  either  evolved  or  absorbed,  contraction  or 
expansion  of  the  total  volume  of  liquid  occurs,  and  a  change 
of  the  mean  amount  of  those  portions  of  molecular  motion  of 
the  liquid,  which  are  incompatible  with  some  of  the  molecular 
motions  of  the  positive  metal,  takes  place. 

The  amount  of  each  of  these  several  alterations  differs  in 
every  different  case  ;  in  cases  of  chemical  union  there  nearly 
always  occur  contraction  of  volume,  evolution  of  heat,  and 
decrease  of  the  mean  amount  of  incompatible  molecular  motion 
in  relation  to  that  of  the  positive  metal,  but  in  those  of  simple 
dilution  an  increase  of  tne  latter  effect  very  usually  takes 
place.  After  miving,  a  new  state  of  balance  of  molecular 
motion  occurs,  and  the  amount  of  change  which  has  happened, 
and  the  point  or  state  of  balance  attained,  depend  upon 
the  various  conditions  already  mentioned.  In  a  few  cases,  a 
temporary  or  unstable  intermediate  state  of  balance  occurs, 
and  the  more  fixed  or  final  condition  is  only  attained  on  the 
application  of  heat  &c.  (see  Sections  J  and  K).  Immer- 
sion of  the  positive  metal  and  closing  the  electric  circuit 
introduce  new  conditions,  which  again  disturb  the  balance. 

Applications  of  the  Method. — The  examples  given  show  that 
the  method  is  applicable  to  the  examination  of  a  large  variety 
of  chemical  and  physical  changes  in  dissolved  electrolytic 
substances,  including  cases  of  chemical  union  and  decom- 
position by  whatever  causes  determined  ;  simple  physical 
mixture  and  dilution  ;  the  investigation  of  the  relations  of 
voltaic  electromotive  force  to  temperature,  specific  gravity, 
atomic  weight,  amount  of  chemical  heat,  &c.,  and  that  it  is 
capable  of  detecting  small  amounts  of  molecular  change  in 
electroljrtes,  such  as  those  which  occur  when  neutral  salts  are 
dissolved  together  without  any  manifest  chemical  action. 
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IV.    On  the  Connexion  between  Recurring  Formulcn  involving 
Sums  of  Divisors  and  the  Corresponding  Formulce  involving 
'    Differences  between  Sums  of  Even  and  Uneven  Divisors,   By 
3.  W.  L.  Glaisher,  Sc.D.y  F.R.SJ* 

§  1.  i^F  all  the  numerous  recurring  formulsB  relating  to 
^^     the  divisors  of  numbers  perhaps  the  simplest  is 

?:{n)+5(n-l)  +  5('*-3)  +  ?(7i-6)  +  ?(n-10)+&c.=Ot, 
where  {^(n)  denotes  the  excess  of  the  sum  of  the  uneven 
divisors  of  n  above  the  sum  of  the  even  divisors  (this  excess 
being  of  course  negative  when  n  is  even)  ;  and  5(0),  which 
occurs  when  n  is  a  triangular  number,  is  to  have  the  conven- 
tional value  —  n. 

This  theorem  asserts  that,  n  being  any  number,  the  sum  of 
the  uneven  divisors  of  n,  n— 1,  n— 3,  &c.  is  equal  to  the  sum 
of  the  even  divisors  of  these  same  numbers,  if  n  is  not  a  tri- 
angular number ;  and  that  when  n  is  a  triangular  number, 
the  former  sum  exceeds  the  latter  sum  by  n. 

For  example,  let  n=9,  which  is  not  a  triangular  number. 
The  uneven  divisors  of  9,  8,  6,  3  are  1,  3,  9 ;  1 ;  1,3;  1,  3, 
the  sum  of  which  is  22.  The  even  divisors  of  the  same 
numbers  are  2,  4,  8 ;  2,  6,  the  sum  of  which  is  also  22. 

As  another  example  let  n=10,  which  is  a  triangular  num- 
ber. The  uneven  divisors  of  10,  9,  7,  4  are  1,5;  1,  3,  9  ; 
1,  7;  1,  the  sum  of  which  is  28.  The  even  divisors  are 
2, 10 ;  2,  4,  the  sum  of  which  is  18.  The  excess  of  the 
former  sum  over  the  latter  sum  is  therefore  equal  to  n. 

§  2.  The  corresponding  formula  (/.  e,  the  formula  having 
the  same  arguments)  >which  relates  to  the  sums  of  divisors  is 
cr(n)-3cr(n-l)+5cr(n-i3)-7o-(n-6)+9<7(n-10)-&c.=0J, 
where  a{n)  denotes  the  sum  of  all  the  divisors  of  w,  and  a{0) 
when  it  occurs,  is  to  have  the  vjilue  i  n. 

§  3.  The  object  of  this  note  is  to  point  out  that  the  two 
formuke  are  derivable  from  a  single  general  theorem  relating 
to  the  actual  divisors  of  the  numbere  n,  n— 1,  n— 3,  Ac.  It 
is  especially  interesting  to  notice  how  it  comes  about  that  the 
coefficients  are  1,  —3,  5,  —7,  &c.  in  the  one  case  apd  that  they 
are  all  unity  in  the  other. 

§  4.  The  general  theorem  may  be  stated  as  follows  : — Let 
Gr{^(d),  "^(d), . .  • }  denote  the  group  of  numbers 

*  Communicated  by  the  Author. 

t  Proc.  Lond.  Matfi.  Soc.  vol.  xv.  (1884)  p.  110  j  or  Proc  Camb.  Phil. 
Soc.  vol.  V.  (1884)  p.  116, 

X  Quart.  Journ.  Math.  vol.  jrix.  ri883)  p.  220;  or  Proc.  Camb.  Phil. 
Soc.  vol.  V.  (1884)  p.  109. 
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^1),  V<^i),Xrf,),...,^(d/), 


where  1,  di,  d,, . . . ,  d,  are  all  the  divisors  of  r,  the  suffix 
of  Q  ;  then  the  numhers  given  by  the  formula 

G»(d)-a«-,(d,  d±l)  +  Gn^,(d,  d±l,  d±2) 

-G,-6(d,  d±l,  d±2,  d±3)  +  &e. 

all  cancel  each  other  if  n  is  not  a  triangular  number ;  but 
when  n  is  a  triangular  number,  iff(g+l)y  there  remain 
uncancelled 

one  1,  two  2%  three  3's, . . . ,  ffff% 

these  numbers  having  the  positive  or  negative  sign  according 
as  ff  is  uneven  or  even. 

§  5.  As  an  example  of  this  theorem,  let  ns=9.  We  write 
down  in  a  central  line  the  divisors  of  9,  8,  6,  and  3.  In  the 
line  above,  beginning  with  the  divisors  of  8,  we  write  the 
numbers  obtained  by  adding  unity  to  the  divisors,  and  in  the 
line  below  the  numbers  obtained  by  subtracting  unity  from 
the  divisors :  in  the  second  line  above,  beginning  with  the 
divisors  of  the  next  number,  6,  we  write  the  numbers  obtained 
by  adding  2  to  the  divisors,  and,  in  the  second  line  below,  the 
numbers  obtained  by  subtracting  2,  and  so  on.  The  scheme 
of  numbers  thus  formed  is 

4,6 

3,5 

2,4 
1,3,9;     1,2,4,8;     1,2,3,6;         1,3. 

0,2 

-1,1 
-2,0 

We  then  change  the  signs  of  all  the  numbers  in  the  second 
and  fourth  groups,  thus  finally  obtaining  the  system  of 
numbers 

-4,  -6 

3,  4,  5,  8,  —3,  —5 

-2,-3,-5,-9,2,3,4,7,  -2,-4 

1,  3,  9,  -1,  -2,  -4,  -8,  1,  2,  3,  6,  -1,  -3, 

0,  -1,  -3,  -7,  0,  1,  2,  5,      0,  -2 

-1,0,1,4,      1,-1 

2,      0 


3,  4,  5,  8 

2,  3,  5,  9 

2,  3,  4,  7 

1,2,4,8; 

1,2,3,6; 

0,  1,  3,  7 

0, 1,  2,  5 

-1,  0,  1,  4 
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5,  7 

3,9 

3, 

4,  6 

2,  4,  10 

2,8 

2, 

3,  5 

1,3,    9; 

1,7; 

1, 

2,  4, 

0,2,    8 

0,6 

0, 

1,3 

-1,5 

-1, 

0,  2 
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all  of  which  cancel  one  another ;  t.  e,  there  are  five  Ts  and  five 
(-l)'s,  four  2's  and  four  (-2)'s,  four  S's  and  four  (-3)'8, 
three  4*8  and  three  (— 4)'8,  two  5*8  and  two  (— 5)'s,  one  6 
and  one  —6,  one  7  and  one  —7,  one  8  and  one  —8,  one  9 
and  one  —9. 

§  6.  As  a  second  example  let  n=10,  so  that  g  is  4.     We 
form,  as  before,  the  groups 


1,2,5,10; 


-2,  -1,  1 

and,  changing  the  signs  in  the  second  and  fourth  groups,  we 
obtain  the  numbers 

-4,  -5,  -7 

3,  9,  -3,  —4,  -6 

-2,  -4,  -10,  2,  8,  -2,  -3,  -5 

1,  2,  5, 10,  -1,  -3,  -  9, 1,  7,  -1,  -2,  -4, 

0,  -2,  -  8,  0,  6,      0,  -1,  -3 

-1,5,      1,     0,-2 

2,      1,-1 

all  of  which  cancel  one  another  except  one  —1,  two  (-  2y8, 
three  (— 3)'s,  and  four  (— 4)'s. 

§  7.  In  the  general  theorem  the  actual  divisors,  and  num- 
bers formed  from  them,  cancel  one  another  (with  certain 
exceptions  when  n  is  a  triangular  number).  We  may  there- 
fore replace  these  divisors  and  numbers  by  any  functions  of 
themselves,  the  functions  being  the  same  for  all  and  changing 
sign  with  the  arguments :  and  we  may  further  combine  these 
functions  by  addition,  thus  obtaining  numerical  theorems 
which  connect  together  functions  of  the  divisors  of  the 
numbers  n,  n— 1,  n— 3,  Ac. 

§  8.  The  simplest  method  of  deducing  a  numerical  formula 
from  the  general  theorem  is  merelv  to  add  together  all  the 
numbers  in  each  of  the  groups.  It  is  evident  that  the  sura  of 
the  numbers  in  the  first  group  is  the  sun.  of  the  divisors  of  n. 
In  the  second  group  the  sum  of  the  numbers  is  equal  to  three 
times  the  sum  of  the  divisors  of  n— 1 ;  for,  d  being  any 
divisor  of  n— 1,  the   numbers  in  the  upper  line  are  of  the 
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form  d+1,  and  those  in  the  lower  line  of  the  form  d— 1,  so 
that  the  sum  of  the  three  h'nes  is  Sl,d.  In  the  third  group 
the  sum  of  the  numbers  is  five  times  the  sum  of  the  divisors 
of  n— 3;  and  so  on. 

We  thus  obtain  as  result  that 

<7(n)— 3cr(n-l)  +  5<r(n-3)— 7<7(n-6)  +  9<7(n-10)-&c, 
is  equal  to  zero  if  n  is  not  a  triangular  number,  and  is  equal  to 

when  n  is  the  triangular  number  i^(^  +  l). 
We  know  that 

and  since  the  coefficient  of  (r(0);  when  it  occurs,  is 
(  — 1)«^(2^  +  1),  we  may  evidently  equate  the  cr-expression 
to  zero,  for  all  values  of  n,  if  we  put  o-(O)  equal  to  ^ff(ff  +  ^)y 
that  is,  equal  to  ^n. 

§  9.  Since  the  general  theorem  is  merely  concerned  with 
the  mutual  cancellation  of  a  system  of  numbers,  i.  e.  since  it 
merely  asserts  that  a  number  which  occurs  any  number  of 
times  with  the  positive  sign  will  occur  exactly  the  same  num- 
ber of  times  with  the  negative  sign  (except  in  the  case  of 
certain  numbers,  when  n  is  a  triangular  number),  it  is  evident 
that  we  are  at  liberty  to  change  the  signs  of  all  the  even 
numbers  throughout  (or,  indeed^  the  signs  of  all  the  numbers 
of  any  particular  form). 

Changing  the  signs  of  the  even  numbers,  and  adding 
together  the  numbers  in  each  group,  we  evidently  obtain 
^{n)  from  the  first  group.  The  sum  of  the  numbers  in  the 
middle  line  of  the  second  group  is  5(n— 1),  and  the  sum  of 
the  numbers  in  the  upper  and  lower  lines  is  — 2?(n— 1). 
Similarly  in  the  thiod  group  the  sum  of  the  numbers  in  the 
middle  line  is  {X^— 3),  the  sum  of  the  numbers  in  the  next 
upper  and  next  lower  lines  is  —  2f(n— 3),  and  in  the  highest 
and  lowest  lines  is  2(^(^—3) ;  and  so  on. 

Finally,  changing  the  signs  of  the  alternate  groups,  we 
obtain  the  expression 

{:(n)  +  S(/i-l)-HC(n-.3)  +  ?(n-6)  +  r{n-.10)  +  &c. 
When   the  signs   of  the   even   numbers   are   changed,   the 
numbers  which  remain  uncancelled  in  the  general  theorem 
are 

(-l)'-»{one  1,  two  (-2)'8,  three  3's,...,  gitffY^}. 

Adding  these  numbers  we  obtain  tbe  series 

(_iy-i{l2-2'+3«-4«  +  ...+  (-.l)^-y^, 
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the  sum  of  which  is  i^C^  +  ll.     We  may  therefore  equate 
the  above  (-expression  to  zero  for  all  values  of  Uj  if  we  put 

C(0)=-«. 

§  10.  In  thus  deriving  the  two  formulae  from  a  common 
origin  we  obtain,  so  to  speak,  an  arithmetical  reason  for  their 
general  similarity  of  form,  and  for  the  dissimilarity  in  their 
coefficients :  in  fact,  we  see  that  the  one  result  arises  in  the 
form 

cr(n)-.(l  +  2Mn-l)  +  (l  +  2  +  2)cr(n-3) 

-(l  +  2  +  2  +  2Xn-6)+&c. 

•=0or(-l)^-'{l*  +  2H3«+...+^'}, 

and  the  other  in  the  form 

f(„)  _  (1^2)?{n-l)  +  (l-2  +  2)r(n-3) 

-(l«2  +  2-2){:(ri-6)+&c. 
=0or  {-l)^-»{l«-2*  +  3»-...  +(-l)«'-y}. 
§  11.   Between  the  <7-  and   5-formulaB  which  involve  as 
arguments  all  the  numbers  from  unity  to  n,  the  resemblance 
is  even  closer. 

The  <r-formula  may  be  written 

cr(n)-2<r(n-l)-2<7(7i-2)  +  3cr(n-3)  +  3cr(n-4) 

+  3cr(n-5)-4cr(7i-6)-4cr(n-7)-...  +  (-l>'-'p(r(0)  =  0, 

where  <r(0)  is  to  receive  the  conventional  value  \{p^^'^), 
p  being  denned  as  the  coefficient  of  <r(0). 
The  corresponding  f-formula  is 

?(n)  +  2?(n-l)+2?(n-.2)+3?(n-3)+3?(n-4> 

+  3?(n-5)  +  4{:(ii-6)  +  4C(n-7)  +  ...+;>cr(0)=0, 

where  ^0)  has  the  value  — ^(p*— 1)*. 

The  two  formulaB  have  the  same  coefficients,  i.  e.  the  first 
term  has  the  coefficient  unity,  the  next  two  have  the  coefficient 
2,  the  next  three  3,  and  so  on ;  and  they  differ  only  in  the 
signs  of  the  groups  with  even  coefficients,  which  are  negative 
in  the  <r-formula.  The  values  assigned  to  cr  (0)  and  ?(0)  are 
the  same  in  magnitude  for  the  same  value  of  n  or  pj  and 
differ  only  in  sign. 

§  12.  As  before,  we  find  that  both  formulse  maybe  deduced 
from  a  general  theorem  relating  to  the  actual  divisors  of  the 
numbers  n,  n— 1,  n— 2,  &c.  by  adding  the  numbers  in  the 
grouDs,  and  by  adding  the  numbers  in  the  groups  after  chang- 
ing tne  signs  of  the  even  numbers. 

*  These  formulae  were  given  in  Proc.  Lond.  Math.  Soc.  vol.  xv.  (1884) 
pp.  118, 119;  and  Proc.  Camb.  Phil.  Soc.  (1884)  p.  119. 
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§  13.   Using  the  same   notation  as   in   §    4  the  genenil 
theorem  may  be  stated  : — 

The  numbers  given  by  the  formula 

G    (d}-(G..i  +  Gn.2)(d±l)+(an-8+Gn^4  +  G„.5)(d,d±2) 

-(G»-6+...  +  G»-9)(d±l,rf±3) 

+  (G„-io+. .  .  +  Gtn-u)(d,  d±2,  rf±4)-&c. 
all  cancel  one  another  with  the  exception  of 

one  1,  three  3's,  five  5% . . .,  (p— 1)  p%  ifphe  even, 
aad 

two  (-2)'8,  four  (-4ys,  8ix(-6ys,.  ..,(p-l){-(p-l)}'s, 
if  j?  be  uneven, 

where  ip(p  +  l)  is  the  triangular  number  next  superior  to  n. 
§  14.  ^  an  example  let  n=  9,  so  that  i^p(jo  +  l)  =  10,  and 
therefore/? =4. 

We  first  form  the  groups  of  numbers 

4,6, 

2,3,5,9,   2.8         3,4,6,8,       3,7,       3,4,6,        2,4, 

1,3,9;  (1.2.4,8;  1,7);       1,2,3,6;      1,5;      1,2,4;      (1,3; 

0.1,3,7,  0,6      -1.0,1,4,    -1,3,    -1,0,2,        0,2, 

-2,0,  -2,-1,  -2 
in  which  the  central  line  contains,  in  the  first  group,  the 
divisors  of  9,  in  the  second  group  those  of  8,  7,  in  the  third 
group  those  of  the  next  three  numbers  6,  5, 4,  and  in  the  fourth 
group  those  of  the  remaining  numbers  3,  2^  1.  The  numbers 
derived  from  them,  i.e.  d-fl  and  d— 1  in  the  second  group, 
rf4-2  and  d— 2  in  the  third  group,  and  d  +  1,  d+3,  and  rf— 1, 
rf— 3  in  the  fourth  group,  are  then  written  above  and  below. 
The  divisors  in  the  second  and  fourth  groups  are  enclosed  in 
brackets  to  indicate  that  they  do  not  belong  to  the  scheme  of 
numbers,  being  merely  written  down  for  the  sake  of  deducing 
from  them  the  numbers  d±l,&c.  Changing  the  signs  of  the 
numbers  in  the  second  and  fourth  groups,  we  obtain  the  system 
of  numbers 

-4,  -6,  -4,  -6,  -4 
3,4,5,8,     3,7,     3.4,6, 
-2,  -3,  -5,  -9,  -2,  -8,  -2.  -4,  -2,  -3,  -2 

1,3.9,  1,2,3,6,     1,5,     1,2,4, 

0,  -1,  -3,  -7.     0,  -6.  0,  -2,     0,  -1,     0 

-1,0.1.4,-1,3.-1,0,2, 

2,     0,     2,      1,     2 

all  of  which,  the  theorem  asserts,  cancel  each  other  with  the 
exception  of  1,  3,  3,  3. 
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§  15.  Adding  the  numbers  in  each  group,  we  evidently 
obtain  the  expression 

c7(n)-2{<r(/i-l)+<r(n-2)}+3{<r(n-3)  +  <r(n-4)  +  <r(n-5)} 

— 4{<r(n— 6)+ +  <r(n— 9)}+  Ac.; 

and  the  sum  of  the  numbers  which  remain  uncancelled  is 

P  +  3«+5«  +  ...  +  (p-ir 
or 

-{2«+4«  +  6'  +  ... +  (/>-!)'} 

according  as  jp  is  even  or  uneven. 
Now,  p  being  even, 

P  +  3'  +  5«  +  ...  +  (p-l)^=i(;>^-;>), 

and,  p  being  uneven, 

so  that,  for  all  values  of  jp,  the  ©--expression  is  equal  to 
(~l)''i(i'"""P)'  "^^  ^  ®^sy  ^  s®®  that/?,  defined  by  the 
fact  that  i/>(/?  + 1)  is  the  triangular  number  next  superior  to 
n,  is  the  same  as  the  p  of  §  11,  which  was  defined  as  the 
coefficient  of  +cr(0)  in  the  formula  :  we  may  therefore  equate 
the  <r-expression  to  zero  if  we  put  <r(0)  =^(p'— 1). 

§  16.  Similarly  by  changing  the  signs  of  the  even  numbers 
and  then  adding  the  numbers  in  each  group  we  find  that  the 
expression 
f(n)  +  2{i:(n-l)  +  i:(»-2)}+3{?(n-3)+?(n-4)  +  ?(n-5)} 

+  4{(:(n-6)  +  ...+r(n-9)K&c. 
is  equal  to 

12  +  33  +  52  +  ,  _  +  (^_l)5   Q^   2»  +  42  +  6«  +  ...+  (^_l)2 

according  as  p  is  even  or  uneven.  By  replacing  these  series 
by  their  sums,  as  in  the  preceding  section,  we  obtain  the 
result  in  the  form  given  in  §  11. 

§  17.  The  general  theorems  of  §§  4  and  13  were  proved  in 
a  paper  which  was  communicated  to  the  London  Mathe- 
matical Society  last  May.*  Thev  are  there  deduced  from 
analytical  formulaB  connected  with  the  Zeta  Functions.  A 
purely  arithmetical  proof  of  them  would  be  very  interesting,  and 
it  is  probable  that  it  would  be  easier  to  obtain  such  a  proof  for 
the  general  theorems  than  for  the  recurring  formulse  which  are 
deducible  from  them  by  addition. 

There  are  various  other  general  theorems  relating  to  the 
actual  divisors  which  reduce  to  the  recurring  fornmlse  of 
§§  1,  2,  and  11  when  the  numbers  in  each  group  are  added 

*  ^  Relations  between  the  Divisors  of  the  first  n  natural  numbers :  ^ 
read  May  14, 1891. 
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together.  Some  of  these  theorems  are  given  in  the  paper 
just  referred  to,  and  others  in  a  continuation  which  will 
shortly  be  communicated  to  the  same  Society.  In  this  note  I 
have  only  mentioned  the  two  theorems  which  give  rise  to 
cr-formulsB  by  simple  addition,  and  to  the  corresponding 
{-formulae  by  addition  after  changing  the  signs  of  the  even 
numbers,  my  object  being  merely  to  supply  an  arithmetical 
explanation  of  the  general  resemblance,  and  differences  in 
detail,  which  are  observable  in  corresponding  pairs  of  cx-and 
(^-formulae. 

§  18.  The  recurring  formulae  which  are  deducible  from  the 
general  theorems  by  adding  the  cubes  and  higher  uneven 
powers  of  the  numbers  in  each  group,  and  adding  the  same 
powers  after  changing  the  signs  of  the  even  numbers,  neces- 
sarily exhibit  the  same  kinds  of  resemblance  and  discrepancy 
as  the  c-  and  {-formulae  of  §§  1,  2,  and  11. 

§  19.  Thus,  for  example,  by  adding  the  cubes  of  the  numbers 
in  the  general  theorem  of  §  4  we  find 

cr,(n) -3<r8(n-l)  +  5<r3(n-3)  -  7<r3(n-6)  +  9cr3(n- 10) -&c. 
-.6{cr(n-l)-(P  +  2^)cr(n-3)  +  (P  +  22  +  3«Kn-6)-&c.} 

=:[(-iy-i{l*  +  2*  +  3*  +  ...+<7n3, 
where  o's(n)  denotes  the  sum  of  the  cubes  of  all  the  divisors 
of  n,  and  the  term  enclosed  in  square  brackets  only  occurs 
when  n  is  a  triangular  number,  \g{g-\-l)'  When  n  is  not  a 
triangular  number  the  right-hand  member  of  the  equation  is 
zero. 

By  adding  the  cubes  of  the  numbers;  after  changing  the 
signs  of  the  even  numbers,  we  find 
C(n)  +?3(n-l)  +  !;3(n-3)  +?8(«-6)  +&(n-10) 

+  6{J(n-l)-(l*-2«)r(n-3)+(l»-2»+3»)?(n-6)-&c.} 

=  [(-l)i'-Ml*-2'+3*-...  +  (-l)»-yn, 
where  ^(ji)  denotes  the  excess  of  the  sum  of  the  cubes  of  the 
uneven  divisors  of  n  above  the  sum  of  the  cubes  of  the  even 
divisors,  and  the  square  brackets  have  the  same  meaning  as 
in  the  case  of  the  cr-formula. 

Beducin^  the  expressions  on  the  left-hand  side  of  these 
equations,  tney  become  respectively 

cTsCn) -3<r8(n-.l) +5(73(n-3)-7cr3(n-6)  +  9c73(n-10)-&c. 
.2{3a(n-l)-5.3crrn-3)  +  7.6cr(n-6)-9.10cr(n-10)+&c.} 
and 
f3(«)  +  (:3(«-l)  +  ?3(^-3)  +  r3(n"6)+?3(n-10)+&c. 

f6K(n-l)  +  3i:(n-3)  +  6?(n-6)  +  10?(n-10)  +  &c.j. 
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V.  On  tha  Calculation  of  tlte  InductionrCoejfficients  of  Coils, 
and  the  Construction  of  Standards  of  Inductance,  and  on 
Absolute  Electrodynamometers.  By  Andrew  Gray,  M.A,, 
Profesor  of  Physics  in  the  University  College  of  North 
Wales*. 

IT  is  well  known  that  the  electrokinetic  energy  of  the  cur- 
rents in  two  circular  conductors  can  be  expressed  by  a 
series  of  zonal  harmonics.  This  series,  when  used  in  the 
ordinary  way  to  find  the  energy  of  the  currents  in  two  cylin- 
drical  coils  (and  hence  also  the  induction-coefficients  of  the 
coils)  by  expansion  of  each  term  of  the  series  and  subsequent 
integration,  does  not  jrield  expressions  which  are  convenient 
for  practical  applications,  as  the  work  of  calculation  is  long 
and  tedious.  I  have  found,  however,  that  it  is  possible  very 
simply  to  integrate  each  term  without  expansion ;  and  the 
result  shows  that  a  pair  of  coils  may  be  constructed  in  such  a 
way  that  the  zonal  harmonic  expression  reduces  to  a  very 
manageable  form,  and  the  energy  of  the  currents,  and  there- 
fore the  induction-coefficients  and  mutual  action  of  the  coils, 
can  be  very  readily  obtained. 

With  regard  to  the  construction  of  coils  it  is  possible,  by 
using  fine  wire  wound  by  a  screw-cutting  lathe  in  a  close 
single  layer  on  an  accurately  turned  cylindric  surface,  to 
make  a  coil  of  a  large  number  of  turns  the  dimensions  of 
which  can  be  determined  very  exactly,  and  in  which  the  dis- 
tribution of  the  wire  is  perfectly  definite.  Such  a  single- 
layer  coil  I  have  long  advocated  for  use  in  absolute  gal- 
vanometers. It  has  sufficient  uniformity  of  field  to  render 
the  placing  of  the  needle  at  the  exact  centre  quite  un- 
essential, and  it  can  be  made  sufficiently  sensitive,  so  that  it 
possesses  the  advantages  of  the  Helmholtz  double-coil  arrange- 
ment, without  the  uncertainty  which  exists  in  the  latter  as  to 
the  distribution  of  the  different  turns  of  wire  in  the  two 
multiple-layer  bobbins,  or  requiring  the  correction-terms 
wliioh  these  bobbins  involve  on  account  of  their  finite  cross 
section. 

By  integrating  the  zonal  harmonic  expression  for  two 
circles  with  intersecting  axes,  in  order  to  find  the  correspond- 
ing expression  for  the  mutual  energy  of  two  single-layer  coils, 
I  have  obtained  a  series,  the  even  terms  of  which  all  vanish 
when  one  at  least  of  the  coils  is  placed  with  its  centre  at  the 
intersection  of  the  axes.  The  third  term  vanishes  if  the 
smaller  of  the  two  coils  is  so  placed,  and  has  its  length  and 

*  Communicated  by  the  Author. 
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diameter  in  the  ratio  of  v^8  to  2  ;  and  the  fifth  term  also 
disappears  when  the  larger  coil  fulfils  the  name  conditions. 
Farther,  if  both  coils  are  thus  proportioned  and  placed,  the 
even  terms,  so  to  speak,  doubly  vanish,  so  that  any  little 
inaccuracy  in  the  placing  of  the  coils  can  only  very  slightly 
afiect  the  result. 

We  are  thus  left  with  the  first,  seventh,  ninth,  eleventh, 
&c.  terms  of  the  series.  If  one  coil  has  half  the  radius  of 
the  other,  the  error  made  by  taking  only  the  first  term  in 
calculating  the  inductance  ic.  of  the  pair  of  coils  is  only 
about!  in  26,000  ;  and  if  the  ratio  of  the  radii  is  as  great  as 
f ,  only  1  in  4500. 

This  result  is,  it  seems  to  me,  of  importance  both  as  regards 
the  construction  of  coils  to  serve  as  mutual  or  self-induction 
standards,  and  the  choice  of  the  proper  arrangement  of  coils 
for  use  in  an  electrodynamometer  for  the  absolute  measure- 
ment of  currents. 

The  mutual  electrokinetic  energy  of  two  circles  carrying 
unit  currents  is  given  by  the  equation 

T=4^ps;n^^sin^f2^.^^  (1) 

{p<r) 
where,  as  shown  in  the  figure,  ^,  ^'  are  the  angles  which  the 


r.idii  of  the  circles  subtend  at  the  intersection,  c,  of  the  axes, 
which  is  taken  as  the  origin  of  the  zonal  hannonics ;  Z/(<i)  the 
differential  coefficient  with  respect  to  cos  <^  of  the  zonal  har- 
monic of  the  tth  order  for  the  angle  ^;  Z/(<^')  the  corre- 
sponding function  for  ^';  Z,(^)  the  zonal  harmonic  of  the  /th 
order  in  terms  of  the  angle  0  between  the  axes  of  the  circles  ; 
and  r,  p,  {p<r)  are  the  distances  of  the  circular  arcs  from 
the  origin. 

Now  instead  of  two  circles  take  two  narrow  circular  elements 
of  two-single  layer  coils  the  axes  of  which  intersect,  and  the 
numbers  of  turns  in  which  per  unit  of  length  along  the  axiij 
are  n,  n.     Let  a  be  the  i*adius  of  one  element,  and  x  its  axial 
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distance  from  the  origin  ;  •,  f  the  corresponding  quantities  for 
the  other,  so  that  r=v^J?+a*,  p=\/p  +  a^;  and  let  dx,  rff 
be  the  axial  lengths  of  the  elements.  Then  if  nnit  current 
flow  in  eiich  turn  of  the  coils  the  currents  in  the  elements 
are  n  da,  nd^.  Writing  down,  then,  by  (1)  the  expression 
for  the  energy  of  the  two  elements,  and  integrating  from 
x^Xi  to  x^-x^  in  the  one  case,  and  from  f =fi  to  f  =fj  in 
the  other,  we  get  for  the  mutual  electrokinetic  energy  of  two 
coils  of  lengtM  x^—x^^  fa—fu  a»d  carrying  unit  currents, 
the  expression 


T^47r«nn'aV2 


t(i+l) 


u^{^-j^i^}{^y'Uf)ii}-<.^) 


Zt(<f/)  is  found  by  diflerentiation  with  respect  to  cos^' 
from  the  well-known  expression,  and  f/p  then  written  for 
cos<^'  converts  the  result  into  a  fraction  the  numerator  of 
which  is  a  rational  integral  function  of  f  only,  and  the  deno- 
minator of  which  is  p'~*.  This  denominator  is  cancelled 
by  the  multiplier  p'~',  and  the  second  integral  can  thus  be 
found  at  once  in  all  cases  without  any  difficulty.  Z/(<f>)  can 
also  be  found  by  diflerentiation  in  the  same  manner^  and  the 
integral  then  found  by  direct  integration  for  each  value  of  i; 
but  the  following  process,  which  gives  by  successive  differen- 
tiation of  a  simple  function  at  once  the  indefinite  integrals 
required  for  the  evaluation  of  the  first  definite  integral,  and 
the  values  of  Z/(^'),  is  much  more  convenient. 

The  solid  angle  subtended  by  one  of  the  circles,  say  that  of 
radius  a  and  axial  distance  x^  at  a  point  distant  p  from  the 
origin  is  given  if  p  <  r  by  the  equation 

Q>=27r|l-cos<^+sin«<^2iz/(^)Z,.(«)(?Yl,     .     (3) 

where  0  is  the  angle  between  the  axis  of  the  circle  and  the 
line  from  the  origin  to  the  point  in  question. 

Now  let  the  angle  6  be  90^,  and  a  be  zero,  so  that  p  is  the 
distance,^,  of  the  point  considered  from  the  axis;  then  all  the 
harmonics  Zi(0)  of  odd  order  vanish,  and  the  general  expres- 
sion for  the  harmonic  of  even  order  2t  is 


Hence 


^^^^  2.4    ...     2i    ' 


«=2^[l-^-a«{i^Z/(.^)-|4f«Z4W  +  -^ 
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But  ibis  is  of  the  fonn 

a>=27r(Ao+Aiy  +  Aay*  +  ...))      •     •     •     (5) 

where  ^ttAq  is  the  value  of  w  for  y=0,  so  that  Ao=l— «/r. 
Now  (o  must  satisfy  Laplace's  equation,  which,  since  there  is 
symmetry  roimd  the  axis  of  the  circle,  is  for  the  present  case. 

Differentiating  (5)  and  substituting  in  (6)  we  find 

+  2Ai+     4A^+     6Ajj^«+...=0. 

The  coefficients  of  the  different  powers  of  y  in  this  series 
eqnated  separately  to  zero  give 

A iB!A«      A-J-^^»     A-  1        B'Aq 

so  that 

«_2,r^Ao-23^  +  2i.4i  2^  -...;.  .     •     (7) 
Comparing  this  with  (4)  we  have 

r"  Bar** 


Thus  we  have,  neglecting  constants, 


f 

•         •••••••• 
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and  we  are  able  to  calculate  the  Integrals  of  even  order 
reopired  for  (2)  by  successive  differentiation  of  Ao(=l— a?/r). 
To  find  tHe  integrals  of  odd  order  let  us  assume  that 

aJ5W^^=P^, („ 

where  A  is  a  constant.     Differentiating,  we  obtain  from  this 
equation  and  (8)  the  relation 

and  therefore  also 

A{(l-/.»)ZViW-(2f  +  3)/.ZWiWf 

=  (2i  +  l)!a«ZW»W, (10) 

where  /*»  cos  ^. 

The  assumption  made  in  (9)  will  be  justified  if  the  relation 
expressed  in  (^10)  holds  for  a  constant  value  of  A,  Now  if 
Z«  denote  a  zonal  harmonic  of  any  order  i,  we  have  by  the 
fundamental  relations  of  zonal  harmonics 

^Zi-Z,_x   =-^(l-;*»)Z/, 

Z,-/itZ,_,=  -i(l-M')Z',.,. 
From  these  equations  we  find  by  elimination  of  Z|.i, 

z,= 

and  by  eliminatioii  of  Zi, 


Z,=  r  (mZ,'-Z',_,)  ;     ....      (11) 


z,,,=  l(z,'-/.z',-0-.  ....   (110 

Differentiating  (11)  and  (11')  with  respect  to  /i  and  elimi- 
nating Z/',  we  get  the  relation 

(l-^»)ZV,-/*(«  +  l)Z',-,=  -(t-l)Z,'; 

which,  with  2i^2  written  for  t,  agrees  with  (10)  if  we  put 

A=-(2f-l)la». 
This  verifies  the  assumption. 
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Thns  we  have,  neglecting  constants  as  before, 


f 


Thus  (8)  and  (8')  give  by  the  same  process  all  the  required 
integrals.     Taken  together  they  give  the  theorem 

where  i  is  any  positive  inteffer.  A  similar  theorem  holds  of 
course,  mutatis  mutandis  (that  is,  with  a  substituted  for  a, 
f  for  a?,  and  p  for  r) ,  for  the  harmonics  in  ^',  and  can  be  used 
as  indicated  above  for  the  calculation  of  the  second  integrals 
in  (2). 

The  first  seven  derived  functions  of  A©  are  as  follows: — 

Ao=l--, 
r 

3Ao_        <^ 
■do!  ~        r»' 

^'j^=       3».5^'(56«*-U0;r»«»  +  35a«), 

^^  =    -3».  5^(448x«-1680a;V  +  840«»a*-35a*). 

Substituting  these  values  in  (8),  (8'),  or  (12),  and  using  the 
results  in  (2),  we  obtain 

T='»r»nn'aV{Ki*,Zi(^)+K,/t,Z,(^) +  ...},     .     (13) 
F2 
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where 

*r=2&'-¥?,V+f&V-gf,««-2f,'  +  ^?»V-|5f,v+|fy, 

If  one  of  the  coils,  say  that  of  radius  a,  have  its  centre  at 
the  origin,  ^2=  —  a?i,  and  the  terms  of  even  order  all  vanish 
since  *,,  jfe^,  Ac.  vanish.  If,  besides,  the  other  coil  have  its 
centre  at  the  origin,  f,=  —  fi,  and  the  even  terms  doubly 
vanish. 

Further,  if  besides  being  so  placed  the  second  coil  be  con- 
structed so  that  its  length  2f2=v/3*j  *^®  ^ivA.  term  of  the 
series  in  (13)  will  vanish ;  and  similarly  the  fifth  term  will 
disappear  if  the  first  coil  fulfil  the  relation  2a?2=-v/3a.  Thus, 
under  the  conditions  specified,  all  the  terms  in  (13j  between 
the  first  and  seventh  disappear. 

The  first  term  will  give  T  to  a  sufiicient  degree  of  approxi- 
mation for  all  practical  purposes  if  a  z^  2a/3,  as  then  the  coeflS- 
cient  of  7a'j(JS)  does  not  amount  to  more  than  1/4500  of  tiiat  of 
Zi(^),  and  the  terms  of  higher  order  are  relatively  unimportant. 
If  a  ::J>  a/2  the  seventh  coefficient  in  (13)  is,  at  most,  only 
about  1/26,000  of  that  of  the  first. 
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Since  the  currents  in  the  coils  are  each  unity,  the  expres- 
sion in  (13)  is  the  coeflScient  of  mutual  induction  M  of  the 
two  coils.  By  constructing  the  coils  in  the  manner  here 
specified,  and  placing  them  so  as  to  be  concentric  and  coaxial, 
Zj  (^  =  1 ,  and  the  coefficient  of  mutual  induction  is,  if  a::^>  2a/3, 
practically  given  by  the  equation 

M=87r2;^//a^-^, (14) 

where  d?2,  f^  are  the  half-lengths  of  the  coils. 

Accurate  standards  of  mutual  inductance  could  thus,  I 
venture  to  think,  be  very  conveniently  constructed. 

Equation  (13)  gives  of  course  also  the  coefficient  of  self- 
induction  of  a  coil.  It  is  only  necessary  to  make  the  coils 
equal  in  size  and  coincident  and  take  the  value  of  T  so  given 
as  the  required  coefficient.  The  first  term  will  not  in  this  case 
suffice  for  so  high  a  degree  of  approximation^  although  the 
series  is  still  fairly  convergent. 

The  application  of  these  results  to  the  construction  of  abso- 
late  electrodynamometers  is  also  obvious.  By  making  one 
coil  snoall  enough  to  be  suspended  concentrically  within  the 
other,  but  not  so  small  as  to  render  the  exact  measurement  of 
its  dimensions  difficult,  we  can  construct  an  instrument  the 
constant  of  which  is  easily  calculated  with  ^reat  accuracy. 
The  couple  S  turning  the  suspended  coil  would  then  for  unit 
current  in  each  be  given  by 

e=-87r«nnV^2sin^ (15) 

Should^  instead  of  single-layer  coils,  coils  of  several  layers 
be  employed,  the  channels  in  which  the  wire  is  wound  might 
be  so  shaped  as  to  cause  each  layer  to  fulfil  as  nearly  as  pos- 
sible the  ratio  of  length  to  diameter  stated  above.  This  might 
be  done  by  making  the  ends  of  each  channel  segments  of  a 
cone  the  vertex  of  which  is  at  the  centre  of  the  coil,  and  the 
semi-vertical  angle  of  which  is  tan~*v^3/2.  Then,  by  calcu- 
lating for  all  the  different  pairs  of  layers  which  can  be  obtained 
by  taking  one  layer  in  each  coil,  the  energy  of  the  arrange- 
ment and  the  action  of  one  coil  on  the  other  might  be  found. 
The  accuracy  of  such  an  arrangement  would  of  course  be 
limited  by  the  fact  that  if  one  layer  (as  would  always  be 
arranged)  fulfilled  the  required  relation  of  length  to  diameter 
with  an  exact  number  of  turns,  the  rest  might  only  more  or 
less  closely  approximate  to  such  fulfilment.  There  would  also 
be  ancertainty  as  to  the  distribution  of  the  wire,  which  would 
be  more  or  less  irregular. 


Digitized  by 


Google 


[     70    1 

VI.  Tl^e  Influence  of  Flaws  and  Air-cavities  on  tlie  Strength 
of  Materials,  By  J.  Larmor,  M.A.^  Fellow  of  St.  John^e 
College^  Cambridge*. 

IN  practical  estimates  of  the  strength  of  materials  it  is  usual 
to  take  the  greatest  compressive  or  tensile  stress  which 
the  material  is  found  in  experiment  to  sustain,  and  divide  it 
by  a  factor  of  safety  to  insure  against  sudden  appUcations  and 
reversals  of  the  load,  and  against  flaws  or  sources  of  weakness 
that  cannot  be  foreseen.  Among  the  latter,  cavities  or  air- 
bubbles  in  the  material  hold  a  place  ;  and  these  may  also  be 
taken  in  a  general  way  for  purposes  of  calculation  as  the  type 
of  flaws  consisting  of  a  defect  or  weakening  which  is  confined 
to  a  limited  volume  of  the  substance. 

Thus,  in  the  case  of  a  shaft  transmitting  a  torque  or  couple, 
the  shearing-stress  is  annulled  over  the  volume  of  the  cavity, 
and  this  may  lead  to  greater  than  average  shearing-stress  in 
some  part  of  its  immediate  neighbourhood.  In  the  case  of  a 
column  supporting  a  load,  the  supporting  thrust  is  absent 
over  the  part  of  the  cross  section  occupied  by  the  cavity,  and 
this  defect  of  support  must  be  compensated  by  a  greater 
thrust  elsewhere. 

When  the  cavity  or  flaw  is  at  a  great  distance  from  the 
surface  of  the  casting  compared  witn  its  linear  dimensions, 
the  changes  produced  by  it  in  the  intensity  of  the  stress  are 
the  same  at  corresponding  points,  whatever  be  the  dimensions 
of  the  cavity.  For  when  the  latter  is  altered  in  linear  dimen- 
sions but  not  in  form,  and  the  displacement  of  the  material  at 
corresponding  points  is  altered  in  the  same  ratio,  the  com- 
ponents of  the  strain  will  maintain  their  intensities  unaltered  at 
corresponding  points,  and  so  will  the  components  of  the  stress. 
Thus  the  traction  over  the  surface  of  the  cavity  will  be  un- 
altered, and  therefore  remain  zero ;  while  the  displacements 
over  the  surface  will  be  changed  in  the  above  ratio.  The 
piactical  statement  of  this  principle  of  similarity  is  that  tlie 
effect  which  is  produced  by  a  cavity  on  the  strength  of  a  piece 
under  uniform  stress  is  dependent  on  the  form  but  not  on  the 
size  of  the  cavity,  provided  the  distance  of  the  nearest  part  of 
the  surface  from  it  is  at  least  two  or  three  times  its  greatest 
diameter. 

The  amount  of  this  increase  of  internal  stress  determines 
the  theoretical  factor  of  safety  which  the  possibility  of  a  flaw 
of  the  type  in  question  would  necessitate  :  and  it  is  possible 
to  arrive  at  an  estimate  for  the  case  oi'  spherical  or  cylmdrical 

•  Comnronicated  by  the  Author. 
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cavities,  which  may  be  of  use  as  a  general  indication  of  the 
order  of  magnitude  involved  in  other  similar  cases  also.  Even 
for  the  actual  cases  worked  out  the  result  is  not,  however,  to 
be  interpreted  exactly.  For,  in  the  first  place,  to  make  cal- 
culation possible  the  proportionality  of  stress  to  strain  (Hooke's 
law)  is  assumed^  and  this  ceases  to  hold,  the  material  some- 
times even  begins  to  flow,  before  the  critical  condition  is 
attained ;  and,  secondly,  the  conditions  that  produce  a  break- 
down of  the  material  are  but  vaguely  understood. 

A  spherical  portion  of  the  mass  becomes,  when  strained,  an 
ellipsoid  of  which  the  principal  axes  determine  the  three  prin- 
cipal elongations  which  constitute  the  strain.  Now  it  is 
sometimes  assumed  that  a  simple  change  of  volume  by 
compression  or  expansion  cannot  produce  or  affect  rupture, 
and  therefore  this  ellipsoid  need  only  be  compared  with  the 
sphere  of  equal  volume  from  which  it  is  derived  by  three 
simple  shears  in  mutually  rectangular  planes.  The  value  of 
the  greatest  of  these  shears  may  then  perhaps  be  taken  to  be 
the  circumstance  determining  the  limiting  strength  of  the 
material.  It  may,  however,  be  remarked  that,  as  the  forces 
of  cohesion  between  the  elements  of  the  material  are  not 
infinite,  it  must  be  possible  to  break  it  down  or  pull  it  asunder 
by  a  tension  uniform  in  all  directions  (say  a  negative  hydro- 
static pressure) ;  and  it  is  quite  conceivable  that  a  pressure 
equal  in  all  directions  may  by  the  opposite  displacement  loosen 
the  bonds  of  cohesion  and  so  produce  a  plastic  condition  which 
will  give  other  forces  play  to  act.  The  experiments  of 
W.  Spring,  in  which  an  intimate  mixture  of  two  solid  sub- 
stances which  do  not  combine  chemically  under  ordinary 
circumstances  is  caused  to  combine  by  the  application  of 
great  pressure,  may  have  a  bearing  on  this  question.  The 
fact  that  cast  iron  supports  compression  much  better  than 
tension  is  also  in  point.  If  it  is,  however,  the  case  with  any 
material  that  the  range  of  tension  uniform  in  all  directions 
which  it  can  stand  is  very  much  greater  than  the  range 
of  stresses  involving  shear,  the  rupture  would  depend  for 
that  material  on  the  shears  only,  and  the  greatest  of  them 
might  be  taken  to  be  its  determining  cause.  Thus  rupture 
would  be  determined  by  the  difference  between  the  greatest 
and  least  axes  of  the  ellipsoid  into  which  a  sphere  of  unit 
radius  is  strained.  When  this  supposition  is  not  valid  the 
greatest  elongation  would  be  a  more  likely  criterion  ;  but  in 
any  case  the  assumed  law  will  be  a  sufficient  indication  for 
our  purpose,  because  any  more  precise  specification  would  be 
vitiated  in  its  application  by  the  causes  above  mentioned, 
which  render  elastic  calculations  illustrative  rather  than  exact 
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when  pushed  towards  the  limit  of  strength  of  the  materials. 
In  the  most  important  examples  we  shall  be  concerned  only 
with  shears. 

It  will  appear  on  consideration  that  a  small  spherical  cavity 
in  a  column  or  other  mass  under  tension  or  compression 
cannot  seriously  affect  its  strength.  For  its  strength  could 
be  reduced  only  by  an  increase  of  shear  in  the  neighbourhood 
of  the  cavity.  Now  this  shear  must  act  all  round  it  in  the 
planes  containing  that  diameter  which  lies  along  the  direction 
of  the  stress,  and  at  the  free  surface  of  the  cavity  it  must  be 
zero,  in  the  absence  of  surface-tractions  there  ;  hence  the 
shear  is  diminished  in  the  neighbourhood  of  the  cavity.  The 
compression  may  be  slightly  increased  in  a  ratio  depending  on 
that  of  the  area  of  the  section  of  the  cavity  to  the  area  of  the 
section  of  the  shaft.  The  same  argument  applies  of  course  to 
any  symmetrical  form  of  cavity,  and  generally  to  any  cavity 
of  regular  shape. 

The  case  is  different,  however,  when  the  cavity  exists  in  a 
shaft  which  transmits  a  couple.  If  we  suppose  the  cavity  to 
consist  of  a  narrow  tunnel  bored  down  the  length  of  the  shaft, 
we  may  make  use  of  the  result  of  St.  Venant's  torsion  problem. 
The  distribution  of  the  shear  across  the  section  of  the  shaft  is 
simply  and  succinctly  expressed  by  hydrodynamical  analogy*. 
If  a  cylindrical  shell  of  the  same  form  of  cross  section  us  the 
shaft  is  filled  with  frictionless  fluid  and  is  set  in  rotation,  the 
velocity  of  the  fluid  relative  to  the  shell  will  at*  each  point 
represent  the  shear,  in  direction  and  magnitude  ;  ana  the 
momentum  of  the  fluid  relative  to  the  snell,  which  must 
necessarily  have  no  linear  component,  will  be  proportional  to 
the  torsional  rigidity  of  the  shaft,  For  the  present  purpose 
it  is  convenient  to  state  the  proposition  in  a  form  less  practi- 
cally realizable  :  suppose  the  shell  fixed  and  the  fluid  circula- 
ting inside  it  with  uniform  vorticity,  the  velocity  at  each  point 
wiU  represent  the  shear,  and  its  resultant  momentum  (angular) 
will  be  proportional  to  the  rigidity  of  the  shaft. 

Now  the  result  of  boring  a  small  tunnel  will  be  to  modiiy 
the  velocity  system  in  the  neighbourhood  in  the  same  way  as 
a  solid  cylinder  changes  the  velocities  in  a  stream  flowing 
past  it.  The  velocities  in  front  and  rear  are  reduced  to  zero, 
while  those  at  the  sides  are  doubled.  A  tunnel  of  this  kind 
therefore  halves  the  strength  of  the  portion  of  the  shaft  in 
which  it  is  situated  ;  and  the  same  statement  practically 
applies  to  any  caviiy  of  elongated  form  and  circular  section 
which  lies  parallel  to  the  axis  of  the  shaft.     The  possibility  of 

*  Thomson  and  Tait*a  'Natural  Philosophy,'  §  705. 
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a  flaw  of  this  kind  near  the  part  of  the  cross  section  where 
ibe  shear  is  greatest  will  therefore  necessitate  the  use  of  a 
factor  of  safety  equal  to  two.  As  the  cavity  is  taken  shorter 
in  proportion  to  its  diameter,  its  effect  might  at  first  sight  be 
taken  to  diminish  till  we  come  to  the  spherical  form,  which  is 
again  amenable  to  calculation,  though  with  considerable  in- 
tricacy :  we  might  perhaps  expect  for  it  a  factor  considerably 
less  tnan  two.  The  result  of  the  mathematical  investigation 
for  a  spherical  cavity  which  follows,  for  which  I  am  indebted 
to  Mr.  A.  E.  H.  Love,  gives,  however,  a  factor  which  is  never 
very  far  from  the  value  two,  unless  the  material  is  but  slightly 
compressible,  Uke  a  jelly.  If  we  now  suppose  the  spherical 
cavity  to  elongate  in  a  direction  perpendicular  to  the  shear 
the  factor  may  be  expected  still  to  diminish  ;  and  when  it  is 
so  long  as  to  be  sensibly  cylindrical  the  shear  is  itself  dimi- 
nished in  its  neighbourhood,  for  reasons  specified  above.  But 
if  it  elongates  in  the  direction  perpendicular  to  the  axis  of  the 
shaft,  and  in  the  plane  of  the  shear,  the  factor  two  is  recovered. 

If  the  cylindrical  cavity  is  of  flat  cross  section  the  hydro- 
dynamical  analogy  shows  that  its  action  is  intensified.  If  it 
were  absolutely  ftat  with  a  sharp  edge  the  strain  would  be 
infinite  there  and  rupture  would  take  place,  unless  in  the  test 
there  is  a  chance  of  smoothing  the  edge  of  the  flaw  by  a  local 
flow  or  adjustment  of  the  material. 

A  semicircular  groove,  running  along  the  surface  of  a  shaft, 
would  (in  the  absence  of  local  flow)  nearly  halve  its  torsional 
strength. 

Adaptation  of  St.  Venant's  Solution  for  a  Shaft. 

The  displacement  in  St.  Yenant's  solution  is 

u = ©ye,     v  =  —  mxzy     w  =/(a?,  y)  ; 

where  w,  v  represent  a  simple  torsion  round  the  axis  of  z,  and 
w  represents  the  warping  of  the  cross  section  which  is  neces- 
sary to  annul  the  shear  in  a  plane  normal  to  the  free  boundary. 

The  value  of  this  shear  is  -^ mp,  where  p  is  the  perpen- 
dicular from  the  axis  on  the  tangent  plane  to  the  boundary, 
and  dn  is  an  element  of  the  normal.  Thus  the  boundary 
condition  is 

dw 

and  these  displacements  maintain  internal  equilibrium  pro^ 
vided 
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These  equations  show  that  w  is  the  velocity-potential  of  the 
absolute  motion  in  space  of  liquid  contained  in  a  box  rotating 
with  angular  velocity  co. 

The  tractions  exerted  across  the  section  of  the  shaft  are 
(with  unit  rigidity) 

These  must  vanish  when  integrated  over  the  area  of  the 
section  ;  therefore  the  box  containing  liquid  must  be  supposed 
to  rotate  round  an  axis  through  the  centre  of  gravity  of  the 
section. 

The  couple  transmitted  across  the  section  is 

G=-J(Xy-.Y^)dS 

it  is  therefore  less  than  the  couple  due  to  simple  torsion  by 
the  absolute  angular  momentum  of  the  liquid. 

Also  X,  Y  are  the  component  velocities  of  liquid  circula- 
ting in  a  fixed  box  with  vorticity  co  ;  its  resultant  velocity 
represents  the  shear  at  each  point,  and  its  angular  momentum 
represents  the  couple  transmitted.  Its  linear  momentum  is 
null. 

The  analysis  of  this  well-known  result  has  been  here  indi- 
cated in  full,  partly  in  order  to  point  out  that  in  the  first  form 
of  the  analogy  in  which  the  box  is  made  to  rotate,  the  velocity 
of  the  liquid  relative  to  the  box  represents  the  shear  whatever 
be  the  axis  of  rotation,  bat  the  angular  momentum  of  the 
liquid  represents  the  correction  to  the  rigidity  only  when 
taken  about  that  axis  for  which  its  value  is  least,  viz.  the  axis 
through  the  centre  of  gravity  of  the  section.  If  the  motion 
is  referred  to  any  other  axis,  as  in  the  case  of  a  rectangle 
bounded  by  two  concentric  arcs  and  two  radii  (Thomson  and 
Tait,  §  707),  then  from  the  angular  momentum  round  that 
axis  must  be  subtracted  the  moment  of  the  linear  momentum 
of  the  whole  mass  of  fluid  supposed  collected  at  its  centre  of 
gravity. 

Suppose,  now,  a  cylindrical  tunnel  of  small  circular  section 
bored  down  the  shaft  at  a  place  where  the  velocity  of  the 
rotational  fluid  motion  is  Y ;  the  stream  function  near  it  will 

a* 
be  changed  from  the  form  '^i  =  Vy  to  the  form  V^j = Vy — V  -^y , 
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because  tlie  boundary  of  the  tunnel,  r=a,  must  become  a 
stream  line,  and  therefore  give  a  constant  value  to  ^^g.     The 

velocity  along  the  tuimel  is  —  -^,  and  is  therefore  2V  at 

the  sides,  as  stated  above. 

The  angular  momentum  of  the  fluid  is  altered,  owing  to  the 
tunnel,  by 

(>^j— -^j)  *  J«  round  the  boundary.     For  a  circular 

boundary  this  is  equal  to  Va  j  cos*''  6  ds,  or  Tra'^V.  The  rigidity 
of  the  surrounding  parts  is  therefore  diminished  by  the  pre- 
sence of  the  cavity,  just  as  if  the  shearing  over  the  material 
which  originally  occupied  its  place  were  reversed  in  direction; 
the  loss  01  rigidity  is  due  in  equal  proportion  to  the  removal 
of  the  matter  and  the  release  on  the  constraint  of  the  sur- 
rounding parts. 

The  case  when  the  section  of  the  cavity  is  an  elUptic  cylinder 
is  of  interest,  as  it  illustrates  the  effect  of  malang  it  more 
and  more  flat  until  it  is  finally  a  mere  crack  for  which  the 
strain  is  theoretically  infinite  at  the  edge.  The  corresponding 
hydrodynamical  problem  has  been  solved  by  Prof.  Lamb*: 
his  value  of  the  stream  function  y^,  which  may  easily  be 
verified,  is 

where  a,  b  are  the  se  niaxes  of  the  ellipse,  V  is  the  velocity  of 
the  stream  past  it  parallel  to  the  axis  6,  and  ^,  17  are  the  con- 
jugate functions  given  by 

a:  +  iy=csin  (f+ti?). 

The  velocity  at  the  end  of  the  longer  axis  is  the  value  of  d'^/dx 
when  y=0,  that  is,  when  f  =i7r,  and  is  found  to  be 


V 


0^5> 


Thus  in  the  elastic  problem  the  increase  of  shear  produced  by 
the  cavity  is  the  original  shear  multiplied  by  ajb. 


♦  Quart.  Joum.  of  Math.  1876 ;  "  Fluid  Motion,"  p.  90. 
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Analysis  for  Spherical  Cavity.    (By  Mr.  Love.) 

To  investigate  the  strain  in  an  infinite  solid  containing  a 
spherical  cavity,  the  displacements  at  an  infinite  distance  being 

a  =  ay,     r=0,     tr=0. 

From  the  spherical  harmonic  solutions  of  Thomson  and 
Tait  it  can  be  shown  that  the  forms  of  the  displacements  at  a 
point  (d?,  y,  z)  at  a  distance  r  from  the  centre  of  the  cavity  are 

.«A»+(B+o^,X(;n4-.,  1 
(B.CV)|(?). 


w 


where  A,  B,  C  are  constants  to  be  determined. 
The  cabical  dilatation  S  is 

8=-6(A+C)y (2) 

The  equations  of  equilibrium  are  three  such  as 

{>^  +  M)5^+MV*ti=0 (3) 

which  gives 

-(\+/i)6(A  +  C)-10/AC=0 
or 

3(\+/^)A  +  (3\  +  8/^)C=0.      ...     (4) 

The  remaining  equations  to  determine  the  constants  are  to 
be  found  from  the  condition  that  the  surface  r=a  of  the 
cavity  is  free  from  stress.  It  is  shown  in  Thomson  and 
Tait's  Nat.  Phil.,  Part  ii.,  art.  737,  that  if  F,  Q,  H  be  the  com- 
ponent surface-tractions  parallel  to  the  axes  across  a  spherical 
surface  whose  centre  is  the  origin  and  radius  is  r,  then 

where  f = tt.r  +  ty  -f  wz^  and  similar  equations  hold  for  Qt  and  H. 
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Now 

g=(2A-3C)^   _3Bj-(6A-9C)$  +  15B9  +  «i,, 
a/4J.n^y_finyJ-1K^^ ! 


rg-«=-3(A  +  C)f,-5B^  +  15C$  +25B$ 


Hence  the  equations 

and  similarly  from  the  z  equation 

-g6(A  +  C)  +  6A-24C-i^]^=0. 

These  three  equations  hold  when  r^a. 
Hence 


and 


^?  -  6(A+ 0)  ^^  +  800=0, 
a  fi 

^+(A  +  6C)=ao». 


From  which  and  (4)  we  find 


B-    3(Mm)    « 

3(\+^) 


(5) 
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The  shear -J-  +  ;j-  is  given  by 

To  see  the  magnitude  of  this  take  «sbO,  y=0,  r=a,  then 

rfy      d.t~     L  9X  +  14AA  "J 

_     15\  +  30ai. 

which  depends  on  the  value  of  X//a,  but  for  all  known  isotropic 

materials  differs  little  from  2a, 

When   \/fA  =  CO ,  or   the   material  is  incompressible,   the 

shear  is 

5       ' 
3«. 

When  fifX,  =  ao  ,  or  the  stretch-squeeze  ratio  vanishes,  the 
shear  is 

15 

When  X=:/i  (Poisson's  condition)  the  shear  is 

45 

St.  John's  ColL,  Cambridge,       ^^ 
Oct.  26,  1891. 


VII.  A  Galvanomdric  Method  of  Measuring  H.  By  R.  A. 
Lehfeldt,  B.A.,B.Sc.,  Demonstrator  at  Firth  College, 
Sheffield*. 

IN  the  ordinary  magnetometric,  and  in  Eohlrausch's  method 
of  determining  the  earth's  horizontal  magnetic  force, 
the  magnetic  moment  or  the  strength  of  current  is  involved, 
and  two  observations  are  necessary  to  give  two  equations 
between  which  the  unknown  may  be  eliminated,  if,  how- 
ever, it  is  assumed  that  a  current  can  be  measured  absolutelv, 
the  problem  of  measuring  H  is  simplified.  This  may  fairly 
be  assumed  now,  for  not  only  are  tnere  very  reliable  direct- 
reading  ammeters  to  be  had,  but  the  E.M.F  of  the  Clark  cell 
*  Communicated  by  the  Author. 
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and  the  absolute  valne  of  resistances  are  now  known  with  as 
great  a  degree  of  accuracy  as  any  electrical  constants ;  so  that 
any  laboratory  possessing  a  resistance-box  and  a  Clark  cell 
has  the  means  of  measuring  a  current  with  sufficient  accuracy 
even  to  replace  the  Kew  magnetometer. 

Starting  with  these  considerations,  I  was  led  to  conclude 
that  the  most  practical  way  of  measuring  the  magnetic  force 
would  be  by  running  a  measured  current  through  an  ordinary 
sensitive  reflecting-galvanometer,  used  either  by  the  tangent, 
or,  preferably,  the  sine  method.  For  this  purpose,  a  gal- 
vanometer and  its  lamp  and  scale  were  fixed  on  a  board  and 
the  whole  mounted  on  a  goniometer,  by  which  they  could  be 
set  in  any  required  azimuth ;  the  instrument  was  first  set 
with  its  needle  parallel  to  the  plane  of  the  coils ;  a  known 
current  passed  through  it ;  the  goniometer-table  rotated  till 
the  needle  became  again  parallel  to  the  coils. 

Let  G=the  principal  galvanometer-constant. 
H= intensity  of  the  earth's  field. 
y  =  current. 
h  =angle  of  deflexion  from  the  magnetic  meridian. 

Gr7=Hsin8 (1) 

The  first  adjustment  necessary  is  to  set  the  needle  parallel 
to  the  plane  of  the  coils  :  this  can  be  done,  sufficiently  nearly, 
by  making  the  reflexion  of  the  light  from  the  mirror  to  coin- 
cide with  that  from  the  brass  face  of  the  instrument.  If  this 
is  done,  it  ensures  that  the  galvanometer  shall  always  be  used 
in  the  same  position  ;  and  though  the  needle  may  make  a 
small  angle  '^  with  the  mean  plane,  this  will  only  alter  the 
galvanometer-constant  in  the  ratio  of  cos  >/r ;  so  that  if 
we  find  G  by  comparison  with  a  larger  measured  coil,  by 
Bosscha's  method,  using  the  galvanometer  in  the  same 
position,  we  shall  not  make  any  error. 

Next,  the  suspending  fibre  may  have  some  torsion.  Let 
^= angle  of  torsion, 

__  moment  for  unit  angle  of  torsion 
~      magnetic  moment  of  needle 

Suppose  the  effect  of  this  torsion  is  to  make  the  needle  lie 
at  an  angle  0  (of  the  same  sign  as  ^)  from  the  magnetic 
meridian  ;  then  after  the  goniometer  has  been  rotated  through 
8  the  needle  will  make  with  the  meridian  the  angle  8  +  ^,  and 
the  first  equation  becomes 

yG  +  T^-Hsin(S  +  5)=0 (2) 

If  now  we  take  two  observations  with  the  galvanometer  in 
positions  at  right  angles  to  eaoh  other  and  on  opposite  sides 
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of  the  meridian,  representing  these  by  the  suffixes  1  and  2, 
we  baye 

7i  G+T^-H  sin (81  +  ^=0, 

-y,  G+TJi  +  H8in(Sj-^)=0, 
whence 

H^=G^(7«i  +  ry2,)  +  2T«^«  +  2T^G(7,-7s)    .     •     (3) 

By  taking  Si=Sj  we  shall  get  71  nearly  equal  to  7,,  and  the 
last  term  will  become  almost  negligibly  small ;  the  middle 
term  is  always  so.  But  it  is  better  to  use  such  a  pair  of 
observations  merely  as  a  preliminary  test,  to  indicate  the 
direction  of  the  torsion,  so  that  it  may  be  removed.  I  found 
that,  using  silk  fibres,  after  turning  the  torsion-head,  the 
results  obtained  were  at  first  very  irregular ;  but  after 
successive  attempts  had  reduced  the  angle  of  torsion  to  a  small 
amount,  and  the  fibre  had  been  in  use  for  some  days,  the 
elastic  after-effects  disappeared.  So  that  in  a  magnetic 
observatory,  where  the  instrument  was  always  kept  for  the 
same  purpose,  a  silk  fibre  could  be  used,  and  once  well  freed 
from  torsion  would  probably  work  quite  satisfactorily.  The 
only  precautions  necessary  to  note  are  that,  when  the  needle 
is  deflected  by  a  current,  the  galvanometer  should,  without 
delay,  be  turned  to  bring  the  spot  of  light  back  to  zero ;  and 
that'  the  needle-chamber  should  be  small,  not  only  because 


K 


fc^ 


itiD. 


it  is  convenient  to  work  with  well-damped  vibrations,  but  in 
order  that  no  accidental  shaking  or  current  should  turn  the 
needle  round  360°. 

The  apparatus  was  arranged  as  shown  in  the  diagram  : — 

B,  battery  of  two  storage  cells. 

C,  Clark  ceU. 

G,  the  principal  galvanometer. 

H,  auxiliary  galvanometer  for  determining  the  E.M.F. 

K,  four-part  plug-key. 

R,  adjustable  resistance. 

S,  potentiometer  wire-bridge. 


Digitized  by 


Google 


Gcdvanometrie  Metlhod  of  Measuring  H.  81 

The  lower  portion  of  the  figure  represents  the  potentiometer ; 
it  would,  of  course,  be  preferable  if  this  could  be  replaced  by 
a  battery  of  sufficiently  constant  E.M.F.  capable  of  giving  a 
milliampere  without  polarizing.  Not  knowing  of  any  such 
battery  I  was  compelled  to  use  accumulators,  which  will  give 
quite  large  currents,  and  vary  less  than  iq^qq  part  in  naif 
an  hour,  and  measure  the  E.M.F.  at  each  observation. 

G  was  generally  a  tripod  galvanometer  of  about  three 
ohms'  resistance ;  with  the  voltage  used,  B  had  to  be  made 
about  4000  to  give  a  deflexion  of  45°,  so  that  the  current 
used  never  much  exceeded  a  milliampere ;  this  was  quite 
insufficient  to  change  the  temperature  of  the  coils  appreciably. 
The  resistance  of  Q  and  the  leads  to  it  being  a  very  small 
fraction  of  R,  their  temperature-variation  was  of  no  account, 
and  only  that  of  R  in  resistance  and  C  in  E.M.F.  had  to  be 
considered. 

The  usnal  procedure  was  to  set  the  galvanometer  G  so  as 
to  bring  the  spot  of  light  to  zero  ;  then  turn  it  45°  one  way, 
and  apply  a  current,  adjusted  by  the  box  R,  sufficient  to  bring 
the  light  back  to  the  zero  ;  then  take  the  potentiometer 
reading  and  temperature  ;  break  current ;  set  the  galvano- 
meter at  45°  in  tne  other  direction  from  the  meridian ;  apply 
the  necessary  current,  the  key  K  being  reversed  :  while  this 
flowed,  read  the  potentiometer  again,  then  break  the  current, 
and  turn  Gr  into  its  original  azimuth,  noting  that  the  light 
returned  to  the  exact  position.  The  whole  operation  takes 
scarcely  five  minutes.  Sometimes  a  longer  series  of  observa- 
tions was  taken,  with  deflexions  of  15°,  30°,  45°,  60^  75°,  on 
each  side  of  the  meridian,  and  90°  on  one  side.  The  needle 
is  never  stable  at  90°  on  both  sides  at  once,  as  stability 
there  depends  on  the  direction  of  the  torsion.  Pairs  of 
observations  at  90°  apart  were  taken,  and  equation  (3)  applied 
to  calculate  H  and  t^.  The  following  is  a  specimen  of  the 
results  obtained  : — 

Deflexions.  (in  arbit^  units). 

+  75  and  -15  8178 

+  60      „  -30  8154  ^ 

+45      „  -45  8155 

+  30      „  -60  8156 

+  15      „  -75  8156  ^ 

The  first  result  is  untrustworthy,  because  for  S=  — 15°  R  was 
beyond  the  range  of  the  resisfaince-box  and  had  to  be  found 
by  extrapolation  ;  the  others  agree  well. 

I  made  no  attempt  to  reduce  the  results  to  absolute  measure, 
PhU.  Mag.  S.  5.  Vol.  33.  No.  200.  Jan.  1892.  G 
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becauise  I  had  no  magnetometer  at  my  disposal  for  oompari- 
son,  and  because  tJbe  experiments  had  to  be  carried  on  in  a 
building  containing  a  dynamo  and  other  masses  of  iron. 
There  seems  no  reason  to  doubt,  however,  that  with  a  gal- 
vanometer whose  constant  had  been  carefully  determined,  the 
method  would  give  reliable  results. 

Vni.  On  the  Theory  of  Electrolytic  Conduction  of  Clausius  ; 
and  on  some  recent  Evidence  for  the  Dissociation  Theory  of 
Electrolysis.     By  J.  Bbown  *. 

THE  original  theory  of  Clausius  regarding  the  mechanism 
of  electrolytic  conduction  is  contained  in  a  paper  en- 
titled "  Ueber  die  Electricitatsleitung  in  Electrolyten^*' 
published  in  PoggendorfTs  Annalen,  ci.  p.  338.  1857  t- 

As  it  forms  the  basis  of  the  modern  dissociation  theory, 
any  attempt  to  comprehend  the  latter  would  properly  begin 
with  a  study  of  the  former.  In  discussing  the  views  of 
Clausius  we  may  conveniently  consider,  first,  the  reasons  given 
for  the  inadequacj'  of  the  then  commonly  accepted  theory  of 
Grotthus,  and,  second,  the  probability  of  the  new  hypothesis 
put  forward  in  its  place. 

Clausius  objects  to  the  Grotthus  theory  chiefly  for  two 
reasons.  He  explains  in  detail  in  §  5  that  considering,  for 
insfcmce,  the  anode,  the  negative  part-molecules  are  here 
retained  while  their  positive  partners  decompose  the  next 
stratum  of  adjacent  molecules,  and  so  on;  and  tnatthis  results 
in  a  surplus  of  positive  part-molecules  implyinff  a  surplus  of 
positive  electricity  in  the  liquid,  which,  as  he  has  previously 
shown,  is  inadmissible.  In  like  manner  the  action  at  the 
cathode  would  result  in  a  surplus  of  negative  electricity 
equally  inadmissible. 

Now,  though  it  be  admitted  that  this  reasoning  may 
be  correct  when  applied  to  each  pole  separately,  it  fails,  I 
think,  when  both  are  taken  together.  Tne  two  charges  of 
opposite  sign  would  then  combine  and,  in  fact,  may  be  said  to 
constitute  the  current  produced. 

In  other  words,  the  Grotthus  molecular  chains  do  not  end 
in  the  interior  or  at  the  free  surface  of  the  electrolyte,  but 
only  at  the  electrodes,  so  that  the  action  may  be  said  to  be 
here  reciprocal  and  complete. 

The  second    objection   to   the  older    hypothesis    (§6)   is 

*  Communicated  by  the  Electrolysis  Committee  of  the  British  Associa- 
tion, having  been  read  at  the  meeting  of  the  Association  in  August  1691. 
t  Also  Phil.  Mag.  [4J  xv.  p.  94. 
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practically  that,  according  to  it,  electrolytes  could  not  obey 
Ohm's  law  for  a  gradually  inci^asing  electromotive  force; 
whereas  according  to  Ciansias  they  do  obey  Ohm'a  law  if, 
as  is  carefcdly  pomted  out  in  a  footnote,  we  consider  only 
the  force  acting  in  the  interior  of  the  electrolyte,  and  not 
that  at  &e  electrodes,  where  die  prodocts  of  decomposition 
are  separated  and  polarization  has  to  be  overcome. 

But  we  may  asK,  Is  this  an  admissible  limitation  ?  Is  it 
allowable,  when  considering  a  process  of  decomposition,  to 
expressly  leave  oat  of  account  the  only  parts  of  the  mechanism 
where  decomposition  Tiribiy  occurs,  viz,  the  electrodee  ?  If 
the  whole  system  be  taken  into  consideration,  electrolytes  do 
not  of  course  obey  Ohm's  law,  and  a  more  or  less  abrupt  rise 
in  the  ratio  of  current  to  B.M.F.  does  take  place  wnen  a 
gradually  increasing  E.M.F.  reaches  a  point  which,  speaking 
generally,  has  a  rektion  to  the  heat  of  combination  of  the 
decomposing  body*. 

Below  this  point  the  current  which  accompanies  smaller 
E.M.F.'s  is,  no  doubt,  accompanied  by  decomposition  ;  but 
of  what  ?  Can  it  be  shown,  for  instance,  that  when  a  minuto 
E.M.F.  produces  a  continuous  current  through  HCl  solution, 
it  decomposes  HCl  or  any  other  sabstance  of  considerable 
heat  of  formation ;  and  that  the  current  is  not  more  probably 
conducted  by  decomposition  of  impurities,  hydrates  or  com- 
plex molecules,  whose  parts  have  minute  attractions  for  each 
other  ;  or  that,  supposing  HCl  is  decomposed,  the  action  is 
not  masked  by  the  well-known  secondary  effect  of  dissolved 
oxygen  or  other  "  depolarizer.' ' 

On  considering  the  whole  electrolytic  system,  then,  this 
second  objection  must  also  be  put  aside,  and  in  so  far  Clausius 
cannot  be  said  to  have  shown  the  need  of  a  new  hypothesis  t- 

The  probability  of  the  new  hypothesis  proposed  by  Clausius, 
as  described  in  §§  7  and  8,  may,  however,  be  considered.  In 
§7  we  are  asked,  without  any  previous  explanation,  to  con- 
sider a  positive  part-molecule,  and  to  assume  that  its  electric 
state  remains  the  same  after  separation  from  the  complete 
molecule.  This  is  the  first  reference  in  the  paper  to  such  a 
single  separate  electrified  part-molecule.  It  is  described  as 
moving  about  among  the  other  complete  molecules ;  but  no 
explanation  appears  to  be  given  before  as  to  how  such  a  thing 
came  to  exist.     It  is  explained,  however,  in  detail  that  these 

*  Thii  was  illurtrated  by  a  eet  of  curves  for  the  decompoflitioa  of 
various  electrolytes  given  by  the  present  author,  Phil.  Mag.  June  1891. 

t  In  poistiiig  out  the  invalidity  of  tkese  obiectionsy  it  is  not  intended 
to  aoqnieece  in  the  pure  Ghrotthus  theory.  The  modification  of  it  put 
forward  hv  Faraday  is  probably  much  nearer  the  truth. 
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dissociated  pari-molecules  in  the  electrolyte  are  normally 
engaged  in  ousting  other  part-molecules  from  their  partners 
by  a  process  of  exchange  which,  when  directed  by  the  attrac- 
tion of  the  positive  and  negative  poles,  constitutes  electro- 
lysis; the  dissociated  part-molecules  finally  becoming  attracted 
to  their  respective  poles  and  evolved  there  in  the  free  state  *. 

It  is  evident,  however,  that  by  this  process  the  original 
number  of  dissociated  part-molecules  is  not  increased,  and 
therefore  must  soon  become  exhausted  at  the  electrodes  by 
the  action  described,  after  which  conduction  would  cease. 
Yet  it  is  evidently  necessary  for  continuous  conduction  that  a 
steady  average  proportion  of  dissociated  part-molecules  be 
supplied. 

A  process  which  would  provide  for  at  least  some  fresh 
dissociation  of  whole  molecules  is  described  in  the  third 
paragraph  of  §  7  as  one  that  may  occur,  but  does  not  seem  to 
be  recognized  as  a  necessity.  It  is  assumed  that  in  the 
course  of  the  heat-vibrations  among  the  molecules  the  nega- 
tive part  of  one  whole  molecule  may  come  so  close  to  the 
positive  of  another  as  to  combine  with  it,  leaving  the  former 
partners  of  each  free.  (It  would  seem  more  likely  that  if  two 
partners  combined,  the  other  two  would  combine  also,  and 
would  not  be  left  free  to  move  apart  against  the  attraction  of 
their  supposed  electric  charges.) 

Granting,  however,  for  the  moment  that  dissociation  of  this 
kind  may  occur,  and  that  thereby  a  certain  steady  average 
proportion  of  molecules  in  the  liquid  is  kept  dissociated,  and 
that  these  are  supposed  to  be  led  away  in  opposite  directions 
by  the  electric  force  acting  on  their  supposed  electric  charges. 
]Now,  if  we  consider  any  given  volume  of  the  electrolyte,  this 
abduction  of  molecules  would  destroy  the  balance  between  the 
associated  and  dissociated  molecules,  and  therefore  would 
lead  to  fresh  dissociation  in  order  to  restore  it.  This  disso- 
ciation requires  a  considerable  amount  of  energy,  whereas  the 
deportation  of  the  molecules  involves  a  very  small  amount  of 
electric  work  done  ;  thus  we  should  have  the  heat  of  the 
fluid  used  up  to  produce  energy  of  a  mechanically  utilizable 
type,  in  contradiction  to  the  law  of  entropy  and  also  in 
disagreement  with  experimental  observation. 

•  It  is,  of  course,  very  well  known  that  Faraday  objected  to  calling 
substances  "  electropositive  or  electronegative  according  as  they  go  under 
the  supposed  influence  of  a  direct  attraction  to  the  positive  or  negative 
pole/'  and  considered  these  terms  ^  much  too  significant "  (Exp.  Kes.  i. 
p.  197). 

Hittorf  also  states  as  a  conclusion  from  his  research  on  the  migration 
of  ions, ''  Es  istganz  fidsch  den  Polen  besondere  Anziehungs-  oder  Abstosv- 
buugskralie  zu  ertheilen  "  (Pogg,  Ann,  ciii.  p.  20, 1868). 
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On  the  other  hand,  if  the  work  done  by  the  current,  in 
separating  from  any  electrolyte  certain  substances,  is  the 
equivalent  of  the  heat  evolved  by  the  recombination  of  those 
substances,  it  seems  simpler  to  assume  that  the  work  is 
directly  applied  to  produce  decomposition  at  the  electrodes. 

The  hypothesis  of  molecular  interchange  as  proposed  by 
Williamson  to  explain  the  process  of  etherification  is  quoted 
by  Clausius  in  §10  in  support  of  his  theory;  but  Williamson's 
process  was  purely  one  of  molecular  interchange  between  the 
partners  of  whole  molecules,  no  part-molecule  separating  off 
till  in  the  act  of  combining  with  a  new  partner.  It  is  limited 
to  this,  and  there  is  no  mention  of  separate  part-molecules, 
dissociation  theories,  or  so-called  free  ions.  Therefore,  though 
the  dissociation  theory  has  been  frequently  referred  to  as  the 
Williamson-Clausius  hypothesis,  it  is  not  supported  in  any  way 
by  Williamson's  paper. 

From  these  considerations  it  would  appear  that  both  the 
necessiiy  for  and  the  probability  of  the  hypothesis  put  forward 
by  Clausius  are  very  doubtful. 

Turning  now  to  more  modem  views,  I  have  already  pointed 
out  in  the  ^  Electrician '  for  April  19,  1889,  that  an  experi- 
ment considered  by  Prof.  Ostwald  as  serving  to  remove  the 
last  doubts  as  to  the  validity  of  the  assumption  of  free  elec- 
trically-charged atoms  of  chlorine  and  potassium  *,  is  of  a 
purely  negative  kind,  and  throws  no  new  light  on  the  subject 
at  all. 

An  experiment  is  described  by  the  same  author  in  the 
Zeitsclirift  fiXr  physikalische  Chemie,  vi.  p.  72,  which  on 
examination  appears  to  be  of  a  similar  kincl.  It  is  given  as 
evidence  touching  the  assumption  that  a  semi-permeable  wall, 
interposed  between  two  electrolytes  in  the  path  of  a  current, 
will  permit  certain  ions  to  pass  but  not  others;  and  it  is 
further  intended  to  decide  as  to  what  will  happen  under  these 
circumstances.  It  is  assumed  that  in  such  a  case  either  no 
current  will  pass,  or  else  the  ions  must  give  up  their  charge 
through  the  semi-permeable  wall,  which  3ien  acts  as  a  metallic 
electrode. 

Briefly,  the  experiment  is  as  follows:— Two  vessels  con- 
taining copper-sulphate  solution  were  joined  by  a  siphon  full 
of  potassium-ferrocyanide  solution,  its  ends  being  closed  by 
parchment-paper.  A  deposit  of  copper  ferrocyanide  formed 
in  the  pores  of  the  paper.  This  arrangement  was  placed  in 
circuit  with  a  battery  and  galvanometer.     A  current  of  40° 

•  *  Outlines  of  General  Chemistry,'  p.'  276. 
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was  observed,  which  decreased,  at  first  rapidly,  and  in  about  a 
quarter  of  an  hour  became  constant  at  10'^.  When  the  batterj 
was  cut  out  of  the  circtrit  there  was  a  strong  secondary  current, 
and  on  dismounting  the  apparatus^  it  was  found  tmt  copper 
had  been  deposited  on  the  parchment-paper  in  that  yeasel  con- 
taining the  positive  pole  of  the  battery. 

From  these  observations  it  was  concluded  that  the  posi- 
tively charged  copper  ions,  not  being  able  to  pass  the  partition, 
gave  up  their  electricity  in  order  to  deposit  in  the  metallic 
form.  Certain  electrochemical  actions  are  described  in  detail 
as  having  occurred  at  the  other  portions  of  the  circuit, 
such  as  the  passage  of  potassium  atoms  through  the  other 
partition,  but  apparently  no  attempt  was  made  to  ascertain 
if  they  actually  took  place.  One  hafi  a  right  to  expect  that 
some  evidence  of  their  occurrence  should  be  given,  out  none 
appears.  Simply  the  conclusion  is  drawn  that  the  foregoing 
appears  to  show  the  correctness  of  the  above-mentioned  pro- 
position, that  the  semi-permeable  walk  are  for  certain  ions 
permeable,  and  for  others  not. 

But  it  will,  I  think,  be  admitted  that  in  the  absence  of  any 
investigation  by  analysis  or  otherwise  of  the  actual  products 
at  the  porous  walls,  the  phenomena  actually  described  might 
arise  from  a  certain  degree  of  conductivity  in  the  matter  pre- 
cipitated in  the  parchment-paper.  In  fact,  if  the  parchment- 
paper  were  replaced  by  platinum  ^heet  with  either  a  small 
amount  of  any  kind  of  porosity  or  none  at  all,  phenomena  the 
same  as,  or  similar  to,  those  actually  observed  would  occur, 
t.  e,  the  initial  decrease  of  current,  the  secondary  current,  and 
the  deposit  of  metallic  copper. 

It  remained,  then,  to  test  the  precipitate  for  conductivity. 
I  prepared  it  by  adding  potassium-ferrocyanide  solution  to 
excess  of  copper-sulphate  solution,  filtered  off  and  washed  the 
red-brown  precipitate  (which  is  said  to  strongly  retain  potas- 
sium ferrocyaniae,  together  with  the  copper  salt),  and  dried 
it  in  the  air  without  heating. 

Into  one  limb  of  a  small  U-tube,  about  9  millim.  in  diameter, 
was  dropped  a  short  piece  of  carbon  rod  of  neariy  the  same 
diameter  as  the  tube  and  connected  to  a  platinum  wire  passing 
up  the  other  limb  for  connexion  to  battery  and  galvanometer. 
On  the  end  of  the  carbon  was  spread  a  layer  of  the  precipitate 
about  1  millim.  thick.  The  whole  was  then  placed  in  a  small 
glass  jar  containing  strong  sulphuric  acid,  and  closed  by  a 
paraffin  plug  through  which  passed  a  carbon  rod  that  could  be 
brought  down  on  the  precipitate.  After  standing  eight  days 
to  dry  the  precipitate  and  glass  surfaces,  the  upper  carbon  was 
lowered  into  the  tube,  but  not  in  contact  with  tne  precipitate, 
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and  the  arrangement  put  in  circuit  with  two  cells  and  a 
reflecting-galvanonieter.  No  deflexion  ensned  ;  bnt  as  soon 
ns  the  upper  carbon  was  pressed  down  on  the  precipitate^ 
there  was  a  deflexion  of  429  divisions.  To  estimate  roughly 
the  resistance  of  the  layer  of  precipitate,  a  resistance  of  10,000 
ohms  was  now  interposed.  This  reduced  the  deflexion  to 
426,  indicating  a  resistance  of  about  three  quarters  of  a 
megohm. 

On  catting  out  the  battery  there  was  a  distinct  secondary 
current.  This  secondary  current  would  go  to  show  that  the 
precipitate  was  a  conductor  of  the  second  order,  and  therefore 
perhaps  unlikely  to  act  as  a  metallic  diaphragm.  It  was 
therefore  necessary  to  examine  the  nature  of  its  conductiyity 
more  closely;  and  since  the  precipitate  prepared  as  described 
is  complicated  by  the  presence  of  potassium  ferrocyanide,  I 
prepared  a  fresb'portion  of  cupric  ferrocyanide  by  the  method 
of  Ramelsberg  for  obtaining  the  pure  substance  *.  I  mixed 
the  aqueous  solutions  of  hydroferrocyanic  acid  and  pure 
co|iper  sulphate,  filtered  out  and  well  washed  the  precipitate, 
dried  it  in  vacuo  over  sulphuric  acid,  and  tested  it  in  the  same 
apparatus  as  before.  Its  resistance  appeared  to  be  about  half  as 
much  again  as  that  of  the  first  precipitate.  With  an  E.M.F.  of 
about  '01  volt  it  conducted  sensibly;  with  three  volts  it  gave 
a  deflexion  of  about  700  divisions;  and  when  this  latter  current 
bad  passed  for  six  minutes,  on  removing  the  b^ter}'  the  only 
evidence  of  polarization  was  a  mere  quivering  of  the  index 
over  about  two  divisions  on  making  contact. 

There  would  appear  to  be  no  doubt,  therefore,  that  cupric 
ferrocyanide  is  a  conductor  of  the  first  order,  although  of 
somewhat  high  resistance;  and  the  phenomena  of  Prof.  Ost- 
wald's  experiment  (so  tar  as  one  can  judge  from  iJie  merely 
qualitative  data  given)  may  be  explainable  on  a  very  simple 
hypothecs  williout  having  to  attribute  them  distinctly  or 
sofely  to  any  semi-permeabiUty  in  the  partition. 

The  polarization  observed  with  the  first  precipitate  may  be 
due  to  impurity,  perhaps  to  the  mixture  of  potassium  ferro- 
cyanide. Its  persistence,  notwithstanding  the  ahort-circuiting 
by  the  conducting  cupric  ferrocyanide,  may  easily  be  due  to 
tfee  very  high  resistance  of  the  latter. 

In  any  case,  however,  the  conductivity  of  cupric  ferro- 
cyanide must  evidently  be  taken  into  account  in  all  the 
experiments  in  which  it  takes  a  part.  In  those  on  osmotic 
pressure  for  instance,  where  a  porous  partition  containing  a 
deposit  of  this  salt  in  its  pores  is  interposed  between  water 

«  Poggr.  Ann,  Ixxiv.  p.  65y  1848. 
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and  a  salt  solution,  we  may  have  in  each  pore  a  small  voltaic 
circuit  composed  of  the  cuprio  ferrocyanide  as  metallic  con- 
ductor, and  the  two  li<juids  as  electrolytes.  That  very  unusual 
phenomena  may  arise  m  a  minute  circuit  of  this  kind  is  already 
shown  by  the  copper-zinc  couple  of  Gladstone  and  Tribe.  But 
whatever  the  actual  process  may  be  in  this  osmotic-pressure 
experiment,  it  is  evident  there  is  more  to  be  considered  than 
the  mere  smallness  of  the  pores. 

In  the  B.  A.  Report,  1890,  p.  333,  Prof.  Ostwald  concludes 
that  one  consequence  of  the  dissociation  hypothesis  is  that 
''in  general  water  must  show  against  every  electrolytic 
solution  the  potential  of  the  faster  ion;*'  and  that  this  is 
confirmed  by  the  experiments  of  Nernst  and  of  Planck  at 
references  given.  In  Planck's  paper  he  does  not  appear  to 
have  made  any  experiments  himself,  and  those  of  other  authors 
referred  to  were  carried  out  by  means  of  metallic  poles 
immersed  in  the  liquids,  and  so  introducing  the  unknown 
quantity  of  metal-liquid  contacts.  The  experiments  of  Nernst 
appear  to  have  the  same  defect,  and,  in  addition,  to  refer  only 
to  circuits  containing  three  or  more  liquid  contacts,  and  can- 
not give  any  definite  information  about  individual  contacts. 

This  evidence  is  therefore  also  of  a  purely  indecisive 
character. 

In  the  same  Report,  p.  335,  the  same  author  states  that 
"  according  to  Faraday's  law  all  chemically  equivalent  amounts 
of  positive  and  negative  ions  are  charged  with  equal  amounts 
of  electricity."  One  could  wish  that  Prof.  Ostwald  had  given 
a  reference  to  Faraday's  statement  of  this  "  law," 

In  the  Philosophical  Magazine  for  August  1891,  Prof. 
Ostwald  describes  some  cases  of  what  he  terms  chemical 
action  at  a  distance  in  the  following  form  of  experiment.  He 
points  out  that  while  pure  zinc  is  scarcely  acted  on  by  a 
solution  of  common  salt  alone,  yet  in  a  circuit  consisting  of 
zinc,  salt  solution,  hydrochloric-acid  solution,  platinum, 
the  zinc  dissolves  when  connected  to  the  platinum,  i.  e. 
by  the  action  at  a  distance  of  the  acid.  There  is  certainly, 
as  Prof.  Ostwald  partly  admits,  nothing  new  in  this  form  of 
experiment.  It  is  as  old  and  familiar  at  least  as  the  Grove's 
battery,  and  the  action  is  commonly  explained  on  the  old 
theory  of  consecutive  molecular  interchanges  coupled  with 
considerations  of  the  thermo-chemical  relations  of  the  acting 
bodies.  Prof.  Ostwald  brings  it  out  as  speaking  forcibly  for 
the  value  of  the  *^  free  ion  "  theory,  assuming  tmtt  the  action 
depends  primarily  on  the  passing  into  the  solution  of  posi- 
tively charged  atoms  from  the  zinc,  but  states  that  it  cannot 
be  explained  how  the  charging  takes  place,  or  in  what  it 
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consists.  Are  we,  then,  any  nearer  an  explanation  of  the 
phenomena  than  in  the  older  theory,  seeing  it  does  not  appear 
that  there  is  anything  in  this  form  of  experiment  which 
supports  the  free  ion  theory  in  preference  to  tne  older  one  ? 

Prof.  Ostwald  here  states  that  zinc  [and  by  implication  any 
other  metal  acted  on  by  an  electrolyte]  becomes  negative  to 
the  electrolyte,  while,  according  to  his  experiments  with 
mercury-dropping  electrodes*,  the  metals  were  considered 
positive.  In  a  criticism  of  these  mercury-dropping  experi- 
ments already  published  t,  I  pointed  out  that  tne  latter  con- 
clusion, in  the  case  of  mercury  when  thus  acted  on,  was 
probably  incorrect,  and  that,  if  so,  the  hypothesis  on  which 
the  results  were  explained  was  erroneous.  It  would  be 
interesting  to  know  if  the  two  theories  can  be  reconciled. 

In  conclusion  it  will,  I  hope,  be  apprehended  that  the  above 
criticisms  are  offered,  not  to  prove  or  disprove  any  particular 
theory,  but  rather  to  point  out  that  in  support  of  certain 
theories  there  is  being  advanced  a  quantity  of  evidence  that 
appears  entirely  indecisive.  So  long  as  no  experimentum 
cruets  can  be  pointed  out,  and  all  the  theories  explain  known 
experimental  results,  we  advance  no  nearer  a  real  knowledge 
of  the  truth,  and  it  seems  a  pity  (supposing  the  dissociation 
theory  contain  any  truth)  to  overweight  it  at  present  with 
evidence  the  inapplicability  of  which  must  be  continually  dis- 
couraging to  the  student. 


IX.  On  a  New  Method  for  obtaining  a  Constant  Temperature. 
By  Mr.  Henry  Crew,  Instructor  in  Physics  in  Ilaverford 
College  J. 

THE  following  work  was  suggested  by  an  attempt  on  the 
part  of  the  writer  to  determine  the  coefficient  of  ex- 
pansion of  water  by  the  areometric  method  of  Matthiessen, 
using,  instead  of  a  solid  piece  of  glass,  the  hollow  glass  bulb 
of  a  weight  thermometer. 

It  was  very  soon  found,  however,  that  the  errors  introduced 
by  temperature-variation  of  the  water  in  which  the  bulb  was 
weighed  far  surpassed  all  other  errors  involved. 

The  problem  which  must  be  solved,  before  this  or  any 
other  method  yet  devised  is  available  for  accurate  work,  is  to 
produce,  throughout  a  certain  limited  space,  a  constant  tem- 
perature, and  to  maintain  this  temperature  for  a  time  sufficient 

•  Zeitschriftfur  physihaUsehe  Chemie,  i.  p.  688, 1887. 
t  Phil.  Mag.  [6]  xxvii.  p.  890,  1889. 
%  Communicatea  by  the  Author. 
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for  one  to  make  his  obseryations.  The  writer  ofiFers  the 
following  solution  : — 

Take  the  body  within  which  it  is  desired  to  maintain  a  con- 
stant temperature,  and  wrap  it  very  closely  with  a  fine 
covered  wire  having  a  high  specific  resistance.  The  wire 
should  not  be  of  iron,  or  any  substance  which  is  liable  to 
sufifer  larffe  permanent  changes  of  resistance  by  oxidation  or 
heat.  The  body  having  been  wrapped  as  completely,  as 
closely,  and  as  uniformly  as  possible,  a  constant  electric  cur- 
rent is  now  passed  through  it.  By  this  means  can  be  prac- 
tically developed  the  same  amount  of  heat  per  second  over 
every  unit  of  surface  of  the  body. 

If  now  the  body  is  surrounded  by  another  and  larger  sur- 
face of  lower  constant  temperature,  the  amount  of  heat  which 
is  radiated  to  the  latter  per  second  will  keep  on  increasing 
until  it  is  just  eqnal  to  the  amount  produced  per  second  by 
the  electric  current. 

Between  the  inner  heating  wall  and  the  outer  cooling  sur- 
face we  shall  then  realize  the  condition  of  steady  flow,  while 
within  the  heating  surface,  thus  held  at  a  practically  constant 
temperature,  we  shall  have  exceedingly  small  variations  in 
the  reading  of  the  thermometer. 

An  experimental  test  of  the  method  was  made  as  follows: — 


A  cylindrical  copper  vessel  0  about  10  inches  in  diameter, 
and  having  double  walls,  was  mounted  on  three  legs,  two  of 
which  (/,  I)  are  shown  in  the  figure.  C  can  thua  be  packed 
in  a  cylindrical  wall  of  ice. 

The  whole  is  then  set  in  a  small  dish-pan,  which  allows 
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ice  to  be  easily  packed  under  the  bottom  of  C.  If  an  ordi- 
nary doable  bottom  be  used  it  mil  be  fonnd  difficult  to  keep 
ice  there,  and  the  temperatnre  of  the  water  is  liable  to  rise 
to  4°  C. 

Within  G  is  placed  another  copper  vessel  H,  containing 
whatever  is  to  be  heated  to  constant  temperature.  In  this 
experiment  I  used  a  large  glass  test-tube  wrapped  with 
No.  22  German-silver  wire.  Some  cork  feet  were  waxed  on 
to  the  bottom  of  H,  and  the  test-tube  was  suspended  in  H 
by  means  of  a  cork  top.  Cork  in  the  figure  is  indicated  by 
diagonal  shading. 

A  little  raw  cotton  placed  about  the  test-tube  in  H  will 
stop  convection-currents  and  much  improve  the  steadiness  of 
the  temperature. 

On  C  is  next  placed  a  metallic  cover  through  which  the 
terminals  of  the  wire  wrapping  are  led  out  and  connected  to 
the  battery.  This  metal  cap  is  covered  with  crushed  ice,  and 
the  whole  inside  region  is  thus  surrounded  by  a  wall  at 
zero. 

The  test-tube  was  filled  with  water  whose  temperature  was 
measured  with  a  sensitive  Baudin  thermometer  on  which  the 
degrees  (Centigrade)  were  10  millim.  long ;  so  that  with  a 
telescope  there  was  no  difficulty  in  reading  to  j^q  of  a 
degree. 

in  series  with  the  storage  battery  (in  this  case  12  cells)  is 
placed  a  loop,  r,  of  Grerman -silver  wire  on  which  are  strung 
two  wire  connectors.  A  copper  shunt,  s,  soldered  across 
these  two  connectors,  as  in  the  figure,  makes  of  the  whole  a 
simple  and  excellent  rheostat  by  means  of  which  changes  in 
the  E.M.F.  of  the  batteries,  or  temperature  changes  in  the 
resistance  of  any  part  of  the  circuit,  may  be  compensated. 

A  duplicate  slider,  parallel  to  s,  should  be  added  in  order 
that  one  may  be  clamped  while  the  other  is  moved,  thus  never 
breaking  the  current. 

A  simple  rheostat,  devised  by  Mr.  C.  H.  Bedall,  and  oc- 
cupying mtfch  smaller  space,  is  made  by  ploughing  a  number 
of  longitudinal  grooves  in  a  piece  of  ^  stuff  and  connecting 
by  U-shaped  copper  connectors.  These  grooves  are  then 
filled  with  mercury,  and  the  resistance  varied  by  sliding  the 
connectors. 

As  a  source  of  constant  current  I  have  used  Julien  storage- 
cells,  and  find  that  they  leave  little  to  be  desired. 

One  does  not  need  a  large  current  even  for  the  production 
of  comparatively  high  temperatures ;  for  the  final  tempera- 
ture of  the  enclosed  space  increases  as  well  with  the  thermal 
conductivity  of  the  packing  between  the  hot  and  cold  walls 
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as  with  the  current  strength,  or  the  resistance  of  the  wrapping, 
the  steady  flow  of  heat  obeying  Ohm's  law. 

For  the  recognition  of  a  constant  current  one  cannot  use 
an  ordinary  tangent-galvanometer,  since,  while  variations  in 
the  direction  of  H  can  be  eliminated  by  commuting  the  cur- 
rent through  the  galvanometer,  the  variations  in  the  inteneity 
of  H  cannot  be  so  eliminated.  Neither  is  a  D'Arsonval  gal- 
vanometer available;  for  there  is  a  time^variation  in  the 
rigidity  of  the  wire  suspension,  and  a  temperature-variation 
in  the  field  of  the  permanent  magnet.  Not  only  so,  but  such 
an  instrument  must  be  used  with  a  shunt,  and  unless  the 
shunt  has  the  same  temperature-coeflScient  as  the  suspension- 
wire  and  coil  of  the  galvanometer,  the  shunt  ratio  vnll  vary 
with  the  temperature.  However,  if  one  has  no  better  instru- 
ment at  his  disposal  fair  results  may  be  obtained  with  this. 
A  Thomson  centiampere  or  milliampere  balance,  being  in- 
dependent of  thermal  and  magnetic  changes,  and  needing  no 
shunt  for  ordinary  purposes,  is  an  ideal  instrument  for  this 
work. 

The  rheostat,  r,  should  be  placed  immediately  in  front  of  it 
for  convenience. 

An  additional  convenience  is  obtained  by  placing  a  re- 
latively small  resistance  in  series  with  the  l!nom8on  balance, 
so  arranged  that  it  can  be  shunted  out  at  will.  In  this  way 
the  current  can  be  temporarily  increased.  Otherwise  it  will 
take  a  long  time  for  the  condition  of  steady  flow  to  be 
reached. 

A  temporary  increase  of  this  kind  is  what  is  meant,  in  the 
observations  which  follow,  by  the  note,  "  current  temporarily 
increased,^^ 

Observation  I. 


Time  of 
ObB. 

Beading 
of 

Ourrent  on 
D'ArsonTal 

Thermometer. 

Qalyanometer. 

h     m 

3§10 

diT. 

3     10 

8-350 

3    20 

3810 

f» 

Current 

interrupted. 
37-87 

3    47 

8-360 

3    57 

37  8G 

ti 

4   a5 

37-87 

tt 

4    16 

37-87 

1* 

4    25 

37-87 

f» 

4    31 

37-87 

f) 

4    49 

37-876 

n 
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Time  of 
Obs. 

Beading 
of 

Current  on 
Thomson 

Thermometer. 

Balance. 

b     in 

oentiamperes. 
36-00 

7    04 

25§7 

7     16 

25-38 

,, 

Current 

temporarily 

increased. 

7    29 

25-57 

3600 

7    83 

25-57 

jj 

7    53 

25-67 

»» 

8    03 

25-575 

»» 

8    13 

25-58 

If 

8    20 

25-585 

Current 

temporarily 

increased. 

8    29 

25-67 

36-00 

8    33 

25-67 

It 

8    43 

25-67 

8    53 

25-67 

,, 

9    03 

25-67 

,, 

9    13 

25-675 

ti 

9    23 

25-68 

9    33 

25-685 

1 

These  observations  were  made  durinff  the  past  summer  in 
the  Physical  Laboratory  of  Haverford  College. 

From  the  first  set  it  will  be  seen  that  the  temperature  was 
held  constant  within  yj^  of  a  degree  for  three  quarters  of  an 
hour ;  in  this  case  no  cotton  packing  was  used. 

In  the  second  set  it  will  be  observed  that  the  condition  of 
steady  flow  has  not  quite  been  reached,  for  the  temperature 
continues  to  rise  slowly.  Nevertheless,  there  are  two  separate 
intervals  of  more  than  40  minutes  each,  during  which  the 
variation  does  not  exceed  y^  of  a  degree. 

I  regret  having  had  to  leave  the  laboratory  before  I  could 
make  further  experiments,  for  I  feel  confident  the  method  is 
able  to  give  much  greater  constancy. 

Its  chief  advantages  are  that  it  can  be  applied  to  a  vessel 
of  almost  any  shape  in  almost  any  position.  This  feature 
makes  it  especially  valuable  for  the  determination  of  coeflB- 
cients  of  expansion  by  the  method  of  Boguski  described  in 
the  Zeitschrift  f,  phys.  Chem.  ii.  p.  482 ;  in  fact,  it  was  for 
use  in  this  problem  that  the  method  was  devised. 

Unlike  the  method  of  vapour  baths,  it  will  give  any  tem- 
perature desired.  This  temperature  can  be  obtained  by  trial 
very  quickly,  without  previous  experiment,  or  the  calorimeter 
can  be  calibrated  and  the  ampere-balance  set  for  the  correct 
current  at  once. 

Lick  Obaervatory. 
October  1801. 
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X.   On  the  Existence  of  a  Compound  of  Gold  and  Tin, 
By  A.  P.  Laurie,  -J/.A* 

MATTHIESSEN,  in  his  classical  researches  on  alloys, 
divides  the  metals  into  three  classes — namely,  those 
which  when  melted  together  seem  to  be  merely  mixed  ; 
secondly,  those  in  which  a  complete  change  of  properties 
takes  place  on  the  addition  of  a  very  small  quantity  of  another 
metal ;  and,  lastly,  those  between  which  something  of  the 
nature  of  chemical  combination  seems  to  take  place. 

He  finds,  on  determining  the  electric  conductivity  of  alloys 
belonging  to  these  different  classes,  that  in  the  case  of  the 
first  group  the  curve  of  conductivity  is  a  straight  line,  that  in 
the  case  of  the  second,  and  by  far  the  largest  group,  the 
curve  of  conductivity  resembles  a  U  ;  but  that  in  the  case  of 
the  third  group  the  conductivity  abruptly  rises  at  some  point 
and  then  falls  again,  such  discontinuities,  according  to 
Matthiessen,  indicating  the  existence  of  compounds  formed 
between  the  two  metals. 

It  is,  I  think,  open  to  question  whether  many  of  the  alloys 
placed  by  Matthiessen  in  the  second  group  should  not  be 
removed  to  the  third  group,  as  in  some  instances,  owing  to 
the  difficulties  of  the  research,  he  has  not  made  a  sufficient 
number  of  observations  to  prove  the  absence  of  a  rapid  rise 
and  fall  in  the  course  of  the  conductivity-curve. 

This  view  is  confirmed  by  the  experiments  made  by  Prof. 
Roberts-Austen  on  the  copper-tin  alloys.  On  examining  the 
conductivity  of  these  alloys  by  means  of  the  induction-balance, 
he  found  that  such  a  discontinuity  existed  lying  between  two 
observations  of  Matthiessen^s,  ana  which  he  consequently  had 
never  suspected — thus  removing  these  metak  into  the  class 
which  combine  with  each  other. 

Nobody,  as  far  as  I  am  aware,  has  attempted  the  task  of 
redeternuning  the  electric  conductivity  of  the  alloys  as  a 
whole ;  and  it  is  therefore,  I  think,  of  some  interest  to  search 
for  these  compounds  by  a  new  method,  and  thus  throw  fresh 
light  on  the  results  obtained  by  a  determination  of  the  physical 
properties  of  the  alloys. 

The  method  I  have  adopted  has  been  already  described  in 
former  papers. 

Briefly  it  is  based  on  the  fact  that  if  in,  let  us  say,  a 
Daniell's  cell  the  zinc  plate  is  replaced  by  a  copper  plate,  so 
as  to  reduce  the  E.M.F.  practically  to  zero,  and  if  then  a 
very  minute  portion  of  zinc  be  attached  ^Mj|^  oopper  plate, 
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the  zinc  will  polarize  the  whole  surface  of  the  copper,  and  the 
cell  will  give  very  nearly  the  same  deflexion  on  an  electro- 
meter as  a  Daniell  s  cell. 

We  have  here,  then,  a  delicate  method  for  detecting  the 
presence  of  very  small  quantities  of  a  more  positive  metal 
when  merely  mixed  with  a  more  negative  metal. 

I£^  however,  these  two  metals  have  entered  into  combination 
with  the  evolution  of  heat,  energy  must  be  absorbed  in  the 
cell  to  break  down  this  compound,  and  we  should  expect  the 
E.MJB^.  to  be  correspondingly  lowered. 

Let  us  now  suppose  that  using  the  same  Daniell's  cell  we 
replace  the  zinc  plate  by  an  alloy  formed  by  melting  together 
copper  and  zinc,  for  instance  a  piece  of  ordinary  brass  wire. 
We  find  that  this  brass  wire  behaves  like  a  piece  of  copper  in 
the  cell,  that  apparently  the  zinc  it  contains  is  not  free  to 
enter  into  combination. 

On  now  making  up  a  series  of  alloys,  each  containing  more 
zinc  than  the  last,  and  testing  their  E.M.F.  in  tiie  cell,  an 
alloy  is  at  last  reached  which  gives  almost  the  same  E.M.F. 
as  zinc,  while  the  alloy  before  it  behaved  like  copper  in  the 
ceil,  though  only  containing  2  or  3  per  cent  less  of  the  more 
positive  metal. 

We  have  evidently,  then,  just  passed  over  the  alloy  con- 
taining exactly  the  right  proportions  of  the  two  metals  to  form 
the  compound,  and  are  now  dealing  with  alloys  which  consist 
of  the  compound  mixed  with  an  excess  of  free  zinc,  while  all 
the  alloys  before  that  point  had  consisted  of  the  compound 
mixed  with  an  excess  of  free  copper. 

In  the  case  of  alloys,  however,  where  the  metals  are  merely 
mixed,  the  introduction  of  a  very  small  percentage  of  the  more 
positive  metal  would  at  once  be  indicated  by  the  electrometer. 

In  this  way  I  have  examined  the  alloys  formed  between  the 
metals  tin,  zinc,  lead,  and  cadmium,  and  the  results  have 
already  been  published.  In  the  case  of  these  alloys,  a  very 
small  quantity  of  the  more  positive  metal  at  once  caused  an 
increase  of  E.M.F.,  thus  confirming  Matthiessen^s  result  that 
these  alloys  are  merely  mixtures  of  the  two  metals  one  with 
the  other.  In  the  case,  however,  of  the  copper-zinc  and 
copper-tin  alloys,  combination  had  evidentiy  taken  place,  the 
rise  of  E.M.F.  of  the  copper-tin  series  taking  place  at  the 
same  composition  at  which  the  maximum  point  of  the  curve 
of  conductivity  occurs,  as  redetennined  by  Prof.  Boberts- 
Ansten.  Whether  a  redetermination  of  the  conductivity  of 
the  copper-zinc  alloys  would  show  a  similar  discontinuity 
agreeing  with  the  point  at  which  the  rise  of  E.M.F.  occurs 
renuuns  to  be  seen. 
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Having  thus  dealt  with  alloys  occurring  in  Matthiessen's 
iirst  two  groups,  it  seemed  of  interest  to  examine  next  an 
alloy  in  which  he  believed  chemical  combination  to  have  taken 
place,  and  I  have  therefore  selected  the  gold-tin  alloys  as 
most  suitable  for  this  purpose. 

Matthiessen's  conductivity-curve  for  these  alloys  resembles 
a  Vy  in  shape,  and  he  suggests  that  there  are  three  compounds 
formed  by  these  metals,  one  corresponding  to  the  maximum 
point,  and  two  to  the  minimum  points  of  the  curve.  To  these 
compounds  he  dves  the  formulae  Au4Sn,  AuSn,  and  AusSn^ 
respectively*.  It  remains  to  be  seen  what  fresh  light  the 
new  method  throws  upon  these  conclusions. 

With  a  view  to  tnese  experiments  I  obtained  some  pre- 
cipitated gold  and  some  of  their  finest  grain  tin  from  Messrs. 
Johnson  and  Matthey,  and  made  up  with  these  a  series  of 
gold-tin  alloys  by  melting  the  metals  in  a  clay  tobacco-pipe, 
and  after  thorough  mixing  drawing  the  melted  metal  into  the 
stem.  The  alloys  so  obtained  were  white  and  brittle,  the  only 
one  having  a  slightly  yellow  colour  being  the  last  of  the  series, 
containinfiT  10  per  cent,  of  tin.  The  percentage  composition 
was  calculated  from  the  weights  of  each  metal  taken.  This 
was  found  sufficiently  accurate,  and  was  checked  in  the  case 
of  one  alloy,  as  will  be  presently  explained,  by  an  assay  which 
Prof.  Roberts- Austen  kindly  had  made  for  me  at  the  Mint. 
The  result  of  the  assay  only  differed  by  '2  per  cent,  from  the 
composition  calculated  from  the  weights  of  metal  taken. 

The  alloys  having  been  prepared,  a  small  voltaic  cell  was 
arranged,  consisting  of  a  solution  of  stannic  chloride  in  the 
outer  cell,  prepared  by  passing  chlorine  into  stannous  chloride, 
and  a  solution  of  gold  chloride  in  the  inner  cell,  in  which  was 
immersed  a  plate  of  pure  gold.  A  brass  clip  tipped  with  pla- 
tinum and  connected  to  mercury  poles  in  a  paraffin  block  was 
used  to  hold  the  little  rods  of*  alloys.  Each  rod  of  alloy  was 
carefully  cleaned  with  a  fresh  piece  of  glass-paper  just  before 
being  immersed  in  the  cell. 

The  measurements  were  made  with  a  Thomson's  quadrant- 
electrometer  and  checked  against  a  standard  Latimer-Clarke 
cell. 

Two  or  three  peculiarities  showed  themselves  with  this  cell 
which  I  have  not  observed  in  the  case  of  my  experiments 
with  other  alloys.  In  the  first  place,  a  considerable  deflexion 
was  obtained  between  two  plates  of  gold,  one  in  the  outer  and 
one  in  the  inner  cell,  apparently  owing  to  an  E.M.F.  between 

*  Dr.  A.  Matthiessen  on  '^  The  Electric  Conductinff-power  of  Alloys," 
rhilosophical  Transactionfl,  1860,  vol.  cl.,  Part  I.,  p.  167,  Tin-Gold  Series. 
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ihe  two  Hqaids.  Then,  on  immersing  the  first  alloy,  contain- 
ing 10  per  cent,  of  tin,  a  further  rise  of  E.M.F.  was  obtained, 
showing  quite  a  marked  difference  between  the  gold  and  the 
alloj.  In  other  cases  where  a  compoand  has  been  found  in 
the  series,  very  little,  if  any,  rise  of  E.M.F,  has  taken  place 
until  that  compound  has  been  passed.  This  seems  to  incucate 
that  in  the  case  of  these  alloys  the  energy  required  to  decom- 
pose the  compound  is  not  so  great  as  to  reduce  the  E.M.F.  of 
the  cell  to  that  obtained  with  gold  alone. 

Another  peculiarity  of  a  more  objectionable  kind  was  the 
fluctuations  in  the  readings  taken  on  different  days.  These 
were  small  and  did  not  affect  the  relative  positions  of  the 
alloys  one  to  another,  all  rising  or  falling  together  in  E.M.F., 
and  was  doubtless  due  to  changes  in  tne  unstable  solutions 
used.     The  results  obtained  are  given  in  the  following  Table: — 


Weight  of  MetalB  taken. 

Percentage  of 
Tin  in  AUoy. 

B.M.P.  in  volts. 

Gold— Gold    

ioih 

28-1 

26-01 

28-6 

84-9 

35-9 

40-0 

50 

•667 

•923 

•932 

•923 

•941 

•932 

•960 

1-215 

1-279 

1-425 

Gold  1*803  grms.    Tin    -202  grmn.... 
Gold  2-000  gnns.    Tin    -002  grme.... 
Gold  2O02  gmifl.    Tin    -704  grms.... 
Gold  2000  grms.    Tin    -800  grms.... 
Gold  1303  grm*.    Tin    -700  grms.... 
Gold  1-284  grms.    Tin    -722  grms.... 
Gold  1-201  grms.    Tin    -801  grms.... 
Gold  3-001  grma.    Tin  3-001  grms.... 
Gold— Tin  

On  looking  at  this  I'able  it  will  be  noticed  that  the  readings 
remain  nearly  the  same  from  the  first  alloy  up  to  the  one 
which  contains  35*9  per  cent,  of  tin  ;  but  in  passing  from  that 
to  the  alloy  containing  40  per  cent,  of  tin,  a  rapid  rise  in  the 
E.M.F.  takes  place.  From  this  point  up  to  pure  tin  the 
E.M.F.  only  rises  '21  volt,  the  curve  being  approximately  a 
straight  Une.  This  shows  that  between  these  two  alloys  an 
alloy  exists  containing  the  metals  in  the  right  proportion  to 
form  a  compound,  and  that  on  reaching  the  alloy  of  40  per 
cent,  of  tin  the  compound  has  been  passed  and  free  tin  is 
present.  In  order  to  push  this  point  closer  home  I  prepared 
an  alloy  which  is  not  given  in  the  Table  and  which  I  made  up 
to  contain  38*1  per  cent,  of  tin.  This  alloy  was  assayed  at 
the  Mint,  with  the  following  result : — 

Gold    61*7  per  cent. 

Tin 38'3      „        by  difference. 

100-0 
Fhil.  Mag.  S.  5.  Vol.  33.  No.  200.  Jan.  1892.  H 
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This  alloy  was  remarkably  brittle,  so  brittle  that  I  coald 


only  prepare  it  in  short  pieces.  On  testing  the  E.M.F.  of 
small  pieces  of  this  alloy  they  behaved  in  a  carious  way,  some  of 
them  giving  the  E.M.F.  1'2  volt,  others  the  E.M.F.  -95  volt, 
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and  others  intermediate  numbers.  Fresh  sand-papering  the 
surface  also  affected  the  results.  This  behaviour  is  just  what 
might  be  expected  to  happen  on  testing  an  alloy  containing  a 
very  small  excess  of  free  tin  scattered  through  the  compound 
and  sometimes  absent  altogether,  and  sometimes  eaten  from  the 
surface  by  local  action.  Evidently,  then,  the  compound  had 
just  been  passed  over.     On  now  comparing  these  results  with 
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those  obtained  by  Matthiessen,  we  find  that  he  fixes  the  maxi- 
mum point  of  his  curve  at  an  alloy  containing  37  per  cent,  of 
tin.  This  number  agrees  pretty  closely  with  the  formula  AuSn 
if  we  take  tin  as  having  an  atomic  weight  of  118^  and  gold  as 
having  an  atomic  weight  of  197.  The  formula,  then,  AuSn, 
the  maximum  point  of  the  electric  conductivity-curve,  and 
the  point  where  the  E.M.F.  abruptly  rises,  lie  between  the 
alloys  containing  36  per  cent,  and  38  per  cent.respectively  of  tin. 
Thismethod,  then, confirms  the  existence  of  one  of  Matthiessen's 
supposed  compounds,  but  has  not  confirmed  the  existence  of 
the  other  two.  It  agrees,  however,  with  the  results  obtained 
with  the  copper-tin  alloys,  and  taken  in  conjunction  with 
them  shows  that  the  point  of  maximum  conductivity  is  the 
point  where  a  compound  exists.  This  does  not  seem  an  un- 
reasonable result.  Compounds  of  the  formula  An^Sn  and 
AojiSns  are  not  very  probable.  Furthermore,  the  most  common 
form  for  the  curve  of  electric  conductivity  to  take  in  the  case 
of  metals  not  combining  is  a  IJ.  If  we  regard  the  compound 
AuSn  as  practically  a  new  metal  of  fairly  good  conductivity, 
we  should  expect  two  regions  of  depression  between  AuSn 
and  gold,  and  between  AuSn  and  tin  to  make  the  results  corre- 
spond to  those  usually  obtained.  But  we  may  derive  a  further 
conclusion  from  the  E.M.F.  measurements  in  the  case  of  these 
alloys.  The  change  in  E.M.F.  in  passing  over  the  compound 
amounts  to  '25  volt.  Now  this  is  a  measure  of  the  energy 
absorbed  in  the  cell  in  decomposing  the  compound  and  may, 
therefore,  be  taken  as  an  approximate  measure  of  the  heat  of 
formation  of  the  compound  itself. 


XI.   The  Variation  in  the  Density  of  Water  with  tlie 
Temperature.    By  D.  Mbndklbeff*. 

THE  expansion  of  water  with  change  of  temperature, 
although  presenting  great  scientific  interest,  ooth  for 
the  comprehension  of  the  action  of  heat  upon  matter  and  also 
for  many  experimental  investigations,  cannot  yet  be  considered 
as  elucidated  in  its  theoretical  aspect  nor  suflSciently  worked 
out  experimentally.  It  will  be  seen  from  Tables  I.  and  II.  that 
in  the  best  existing  determinations,  and  after  the  introduction 
of  possible  corrections  t  j  we  encounter  discrepancies  which, 

*  TnnBlated  by  G.  Kamensky.  Communicated  by  Prof.  Cram  Brown, 
F.IL.S. 

t  For  instance,  poBaible  corrections  for  the  value  of  the  true  coefficient 
of  expansion  of  mercury,  for  the  readings  of  the  mercury  thermometer, 
for  weighing  in  air,  for  the  increase  of  the  expansion  of  the  Tcssel  with  a 
rise  of  temperature,  &c.    Further  on  I  consider  certain  of  these  correc- 
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even  for  ordinary  temperatures,  exceed  hundred-thousandths  * 
while  the  accuracy  of  gravimetric  and  volumetric  measure- 
ments can  now  be  carried  to  millionths. 

The  publication  of  the  present  paper  previous  to  my  having 
been  able  to  undertake  a  series  of  fresn  and  properly  insti- 
tuted determinations  of  the  expansion  of  water,  is  accounted 
for  by  the  fact  that  the  collation  and  elaboration  of  the  exist- 
ing data  referring  to  this  subject  has  led  me  to  the  following 
somewhat  simple  expression  : — 

S'=l-(Aq^&)C' W 

which  embraces  all  that  is  known  for  the  variation  of  the 
density  of  water  (St)  between  -lO""  C  and  +  200°  C  t  with  all 
the  accuracy  now  attainable.  A  general  expression  for  the 
variation  of  the  density  of  water,  while  presenting  a  means  for 


tions  in  detail.  I  have  introduced  some  of  them  into  the  existing  data  of 
many  observers,  but  I  do  not  give  the  results  thus  obtained  in  this  article, 
because  in  the  first  place  I  wish  to  preserve  the  original  results  of  the 
experimenters,  knowing  that  the  greatest  interest  is  always  attached  to 
them,  and  in  the  second  place  because  many  of  these  corrections  are  of 
doubtful  value,  unless  they  are  made  by  the  observers  themselves.  When 
studying  the  literature  of  the  subject,  it  becomes  a  matter  of  regret  that 
the  majority  of  observers  do  not  give  their  original  experimental  numbers 
(for  example,  the  apparent  volumes  or  weights  of  water).  If  these  were 
known,  it  would  be  easier  to  introduce  the  necessary  corrections  and  to 
form  an  estimate  of  the  magnitude  of  the  errors  inherent  in  the  figures 
thus  given. 

*  For  example,  at  25°  the  volume  of  water,  according  to  JoUv,  is  equal 
to  1-002856;  according  to  Matthiessen  it  is  1-002082.  The  firet  number 
approaches  to  the  values  given  by  Rosetti,  Hagen,  and  others ;  the  second 
is  nearer  to  Bespretz^s  determination. 

t  In  hifl  admirable  determinations  of  the  expansion  of  water  from  100° 
to  200°,  liim  plainly  states  that  at  these  temperatures  the  expansion  of 
water  is  expressed  difierently  and  more  simply  than  at  lower  tempera- 
tures. Konp  and  the  majority  of  investigators  give  empirical  expressions 
(by  interpolation)  for  the  expansion  of  water  for  only  small  variations  of 
temperature,  for  instance  from  76^  to  100°,  their  endeavours  to  obtain  a 
general  expression,  comprising  the  whole  range  of  volumes  from  0°  to  100^, 
having  been  fruitless.  Frankenheim  (Pogg.  Ann,  1852,  Ixxxvi.  p.  463),  in 
undertaking  the  great  labour  of  making  a  series  of  fresh  calcuktions  for 
all  the  experimental  data  of  Pierre,  had  in  view  to  seek  out  a  general 
expression  ("  Ausdi-uck  des  Naturgesetzes  ")  answering  to  the  "  conflict 
between  heat  and  cohesion  which  evinces  itself  in  the  variation  of  the 
density  of  water,''  but  was  unsuccessful  in  finding  a  general  algebraical 
.  expression  for  the  dependence  which  is  here  concealed.  He  concludes 
his  memoir  with  the  words  "  Das  Problem  ist  noch  ungelost"  From 
this  we  see  that  the  great  importance  of  having  a  simple  general  alge- 
braical expression  for  the  expsnsion  of  water  with  a  rise  of  temperature 
was  long  since  recognized  by  many  scientists. 
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working  up  experimental  data,  may  also  have  a  certain 
theoretical  significance,  inasmuch  as  it  may  assist  in  explain- 
ing the  general  law  of  the  expansion  of  liquids  *,  For  all 
liquids  except  water  the  rate  of  change  of  the  density  with 

the  temperature  (t.  e.  the  differential  coeflBcient  -7  )  varies  but 

at 

little,  either  ri^ng  or  falling  slightly  with  considerable  varia- 
tions of  temperature  ;  for  example  : — 

Sulphurio  acid  Phosphorus 


Amjl  alcohol. 

(l53ip.o.). 

tribromide. 

Mercury. 

Sat     00... 

o-sais 

1-8526 

2-92311 

135956 

.     -000076 

-000106 

-0-00244 

-0-002447 

„      25° ... 

,     -000077 

-0-00102 

-000245 

-0002439 

„      60<' ... 

.    -000080 

-0-00099 

-0-00246 

-0002431 

„    100*^... 

-0-00094 

-000092 

-0-00246 

-0-002415 

According  to 

Kopp 
(1865). 

Kremers 
(1863). 

Thorpe 

(laSd). 

Begnault 

0<». 

25". 

BOP. 

lOOP. 

160°. 

200°. 

+  6 

-25 

-45 

-72 

-100 

-120 

In  the  case  of  water,  on  the  other  hand,  the  differential 

coefBcient  —  not  only  changes  its  sign  at  4°,  but  in  general 
at 

varies  vrith  extraordinary  rapidity,  even  (judging  from  Hirn's 

data,  1867)   at  temperatures  far   removed   from   0°,   above 

100°:— 

Although  I  do  not  desire  here  to  touch  upon  the  question 
of  a  first  approximation  towards  the  general  law  of  the  ex- 
pansion of  liquids,  I  consider  it  necessary  to  state  that  the 

*  In  the  Journal  of  the  Russian  Physico-Chem.  See.  for  1884  (and  also 
in  the  Journal  of  the  Chem.  Soc.  London,  18S4),  I  stated  that  the  ex- 
pansion of  liquids  may  be  approximately  expressed  (at  a  point  far 
lemoved  from  their  passage  into  another  state  and  within  the  range  of 
the  ordinary  accuracy  of  determinations)  by  an  equation  of  the  form 
S*=So(l— At');  and  although  in  various  quarters  doubts  were  enter- 
tained as  to  tne  generality  of  such  a  law  (especially  hy  Avenarius  and 
Grimaldi),  on  the  other  hand,  not  less  weighty  proofs  of  its  applicability 
were  broujo^t  forward  (notabljj^  by  Thorpe  and  Riicker,  Kraiewicz  and 
Konovalon) ;  so  that  the  question  of  a  general  law  for  the  expansion  of 
liquids  must  be  considered  as  having  just  entered  upon  its  first  phases 
or  historical  development.    Just    as  when  elaborating  my  first  article 

goumal  of  the  Russ.  Physico-Ghem.  Soc.  1884,  p.  7)|  Ithen  considered 
e  question  of  the  expansion  of  water  as  unique,  and  as  requiring  special 
determination^  so  now  I  maintain  that  the  working  out  of  this  problem 
will  advance  the  very  idea  of  the  general  law  of  the  expansion  otliquids. 
I  trust  to  return  to  this  subject  shortly. 
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aspect  of  formula  No.  1  bears  a  certain  relation  to  this 
subject,  as  will  be  seen  from  the  method  by  which  I  arrived 
at  it. 

In  order  to  obtain  an  expression  fulfilling  the  condition  that 
the  density  of  water  at  4P  be  taken  as  =  1,  it  was  necessary  in 
the  empirical  formula 


S«=a  +  6<  +  c««  +  d<»  +  . 


\^ 


to  take  a=l  and  to  make  the  sum  of  all  the  remaining 
members  of  the  series  divisible  by  (<— 4).  But  in  order  to 
comply  with  the  fact  tliat  the  density  of  water  attains  a 
maximum  at  4%  it  was  necess«nry  to  admit  that  the  remaining 
members  are  once  more  divisible  by  (<— 4),  because  then, 
when  i = 4,  the  differential  coefficient  is  equal  to  zero  *.  There- 
fore the  formula 

S,=l-(«-4)«F(0, (2) 

where  F(0>0  and  <1,  should  be  taken.  Having  deter- 
mined the  values  of  F(<)  or  the  magnitudes  (1— S|)/(e— 4)^ 
from  the  aggregate  of  existing  data^  1  became  convinced  from 

*  A.8  far  as  I  know  (from  a  notice  in  Vo^,  Ann.  1853,  xc.  p.  628) 
Hafisler,  in  America  in  1832,  was  the  first  to  apply  au  expression  of  the 
form 

where  tm  is  the  temperature  of  maximum  density,  for  calculating  the 
density  of  water.  The  necessity  for  discarding  the  term  (f  — <m)  in  the 
first  aegree,  and  for  taking  it  only  in  the  second  degree,  was  already 
recognized  by  Miller  (Phil.  Trans.  1856),  and  is  repeated  by  Hagen  and 
Rosetti.  But  these  observers,  in  their  calculations  for  the  expansion  of 
water  according  to  the  formula 

S«= 1  -  (<  -  ««,)*  A.+B(^- <«)3+»-C(«- <^)2+t, 

&c.,  have  up  till  now  always  onlj  adopted  such  functions  where  t 
invariably  has  a  positive  ex])onent,  t.  e,  only  enters  into  the  numerator ; 
whereas  I  have  become  convinced  that  formulae  of  this  kind  satisfy  the 
aggregate  of  known  facts  only  when  taken  with  a  lanre  number  of  terms, 
even  if  fractional  indices  be  adopted,  as  done  by  Hagen  and  Rosetti. 
And  if  the  number  of  the  terms  of  the  expression  be  great,  then  it  loses 
that  simplicity  which  alone  fulfils  the  requirements  we  have  a  right  to 
claim  in  a  natural  expression  for  the  phenomena  of  nature.  In  addition 
to  this,  Hagen  expressed  the  variation  of  specific  gravity  by  a  formula  of 
the  aspect 

Sf=l-(<-^«)^[A-.B(«-tm)i-«]S 

while  Rosetti  had  recourse  to  a  similar  formula  for  the  expression  of 
the  volumes : 

V<=l+A  (<-M'-B(«-««)2-«+C(«-<«)8-2, 

and  since  Y^<=1,  a  comparison  of  both  expressions,  as  well  as  a  trial  of 
them,  convinces  one  of  the  total  unsatisfactoriness  of  both  or  at  lea^t  one 
of  them. 
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nnmeroas  calculations  that  F  (t)  is  expressed  by  the  sum  of 
the  terms  a+6i+c<*  +  d/'  +  .  .  .  .  with  coefficients  consecu- 
tively changing  their  signs,  t.  e.  from  +  to  — ,  and  decreasing 
in  magnitude  *.  This  indicated  the  convergent  nature  of  the 
series  and  the  possibility  of  expressing  F  (jt)  in  a  simpler  form 
which  would  rapidly  converge.  But  I  did  not  consider  it  as 
sufficiently  exact,  for  the  admission  of  terms  with  t^  and  even 
t^  in  F  (t)  did  not  yet  express  the  entire  phenomenon  of  the 
expansion  of  water  between  — 10°  and  4-  200°  with  even  the 
small  degree  of  accuracy  which  is  found  in  contemporary 
determinations.  In  striving  to  express  F  (t)  in  the  simplest 
possible  form  I  tried  many  of  the  expressions  already  proposed, 
bat  became  convinced  of  their  insufficiency  f.  As  regards 
formala  No.  1,  I  arrived  at  it  from  the  following  con- 
siderations : — 

1.  When  I  showed  (see  note  p.  101)  that  the  expansion  of  all 
liquids  (except  water)  may  be  approximately  expressed,  like 
the  expansion  of  gases,  by  the  general  formula 


M'-% 


where  for  gases  n=  +  l  and  for  liquids  n=:  — 1,  t.  e.  when 
for  liquids  it  was  possible  to  take 

S,=So(l-AO (3) 

*  As  an  example  I  will  cite  one  such  formula,  performing  the  multi- 
plication by  (^—4)*  in  order  to  show  clearly  the  varying  nature  of  the 
signs: 

S«lO*=909875+63-6O6  ^-8-8186  <»+0-063238  ^ 

-0-00036703  t*+OOOOOOO8079 1^. 

Expressions  with  —  Af'+BT  can  be  considered  as  sufficient  for  the 
accuracy  of  contemporary  determinations,  but  the  above  expression  with 
t^y  although  satisfymg  the  greater  portion  of  the  curve,  still,  for  ordinary 
temperatures  (20°-^°)  affords  deviations  which  exceed  the  probable 
errors  in  corrected  mean  values. 

t  I  for  a  long  time  confined  my  attention  particularly  to  expressions 
of  the  form 


.yy~-«l+(^-4)»F,(e), 


where  the  first  member  corresponds  to  the  distance  between  the  centres 
of  the  particles.  I  afterwards  endeavoured  to  express  the  dependence  of 
the  density  and  of  the  volume  of  water  upon  its  temperature  by  taking 
fractional  indices  Hike  Hagen  and  Kosetti)  and  tried  the  application  of 
logarithmic  (like  Kankine)  and  catenary  mnctions,  and  in  general,  like 
Hagen  and  Frankenheim,  spent  much  time  in  endeavours  to  express  this 
dependence  by  means  of  some  simple  algebraical  formula  with  the  least 
possible  number  of  constants. 
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Then  Thorpe  and  Riicker  *  concladed,  on  the  bases  of  Van  der 
Waals's  theory,  that  the  modulus  of  expansion  of  liquids  k 
stands  in  intimate  dependence  on  the  temperature  of  their 
absolute  boiling-points  Tj,  namely  that 

i=2T,-278 (4) 

As  in  formula  No.  2,  F(t)  is  essentially  analogous  in  its 
signification  to  k  in  formula  No.  3,  I  tried  to  calculate  the 

value  of  y  .  V  or  <l>{t)  instead  of  F(^),  hoping  thus  to  include 

the  conception  of  the  absolute  boiling-point  of  water^  and  this 
led  to  the  form  of  formula  No,  1. 

2.  It  was  necessary  for  the  complete  expression  of  the  ex- 
pansion of  water  as  a  liquid  that  F(^)  should  remain  a  positive 
fraction  less  than  unity  at  all  values  of  t,  starting  from  a 
certain  "  critical  '*  low  temperature  (below  — 10  ),  Ti,  at 
which  water  soUdifies  under  any  condition  (of  pressure,  elec- 
trical state,  &c.),  up  to  the  higher  "  critical '  temperature 
or  absolute  boiling-point  Tj,  at  which  water  passes  into  vapour 
under  any  condition ;  because  it  is  only  between  these  two 
limits  T,  and  Ti  that  the  specific  gravity  of  liquid  water  can 
be  observed.  Outside  these  limits  F(t)  may  acquire  an 
imaginary  value,  or  become  greater  than  unity,  or  negative 
in  sign.  The  form  of  formula  No.  1  answers  to  these  require- 
ments for  F  {t)j  because  according  to  it 

^(*>=  (A+o(B-oc  "  wy 

3.  It  is  known  that  if  certain  conditions  be  observed  water 
may  be  cooled  to  — 10°,  and  even  much  lower,  without  being 
converted  into  ice,  and  therefore  A  must  be  greater  than  10. 
On  the  other  hand,  Dewar  f  showed  that  the  absolute  boiling- 
point  of  water  does  not  lie  below  +870°,  therefore  B  must  be 
greater  than  370  ;  and  as  2T^  enters  into  formula  No.  4,  we 
mav  suppose  that  B  will  express  a  quantity  greater  than  21,, 
and  that  the  value  of  it  will  be  greater  than  2Ti. 

4.  These  considerations  of  a  theoretical  character  led  me 
to  conclude  that  the  value  of  <f>(t)  should  be  found  for  various 
temperatures,  and  if  these  considerations  were  correct,  that 
(^— 4)7(1— S/)  or  (f>{t)  should  be  expressible  by  the  parabola 

^{t)^a  +  bt+ct% 

*  Thorpe    and  Riicker,   Journal    of   the  Chem.  Sec.,  April  1884, 
xlv.  p.  136. 
t  Dewar,  Phil.  Mag.  1884,  (6)  xviiL  p.  210. 
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where  a  and  b  are  positive  and  c  negative;  for  then  ABC^a, 
(B-A)C=J,  and  -C=<j,  for 

(A+0(B-0C=ABO  +  (B-A)a-a«. 

Besides^  under  the  above  conditions  1/^(0  or  F(0  should 
expand  in  terms  of  t  into  a  convergent  series  with  changing 
signs,  as  is  obtained  in  reality. 

By  taking  from  the  most  trustworthy  determinations  the 
values  of  <f>(t)  corrected  as  far  as  possible  for  temperatures  20^, 
30%  40°,  50°,  60°,  70**,  and  80°,  and  employing  the  method  of 
least  squares  *,  I  obtained: — 

^(0=125780  +  1158^-l-90««,    ...     (5) 

and  the  mean  quadratic  error  of  calculation  proved  to  be  far 
less  than  the  possible  error  of  experimental  results.  As  a 
final  verification  of  the  formula  obtained,  the  values  of  S«  were 
extrapolated  by  means  of  the  expression  No.  5  throughout  the 
range  of  temperatures  from  —10  to  200°,  and  it  was  found  that 
the  difi^erence  between  the  values  obtained  by  experiment  and 
calculation  in  no  case  exceeded  the  errors  which  must  be  re- 
cognized as  existing  in  the  determinations  of  the  density  of 
water.     The  figures  thus  obtained  are  given  in  Table  III. 

5.  As  the  extrapolation  was  extended  beyond  the  range  of 
my  calculations  (from  20°  to  80°,  =  60°)  up  to  limitinff  tem- 
peratures exceeding  more  than  tiiree  times  the  one  adopted 
(from  -10°  to  200°,  =  210°),  and  as  formula  No.  1  justified 
itself  by  a  possible  concordance  with  experimental  results,  and 
since  the  accuracy  of  existent  determinations  is  very  dissimilar 
and  generally  speaking  small,  I  considered  it  useless,  pending 
the  publication  of  more  accurate  determinations,  to  search  for 
a  more  trustworthy  value  of  <f>(t)  or  through  it  of  the  value  of 
S  ,  taking  the  aggregate  of  all  contemporary  data;  and  this  all 
the  more,  seeing  that  for  ordinarv  temperatures  (from  0°  to 
40°)  the  values  (f>{t)  and  S  found  from  formula  No.  5  were 
entirely  satisfactory.  Taking  into  consideration  the  fact  that 
in  the  expression 

y^a  +  bt  +  ci^ 

the  values  of  the  parabolic  coefficients,  a,  b  and  c,  deduced  from 
experimental  data  by  the  method  of  least  squares,  are  greatly 

•  In  all  my  calculatioiis,  when  it  was  necessary  to  adopt  the  method 
of  least  squares  I  used  the  process  of  computation  based  upon  F.  L.  Tcheby- 
shell's  method,  which  is  lully  explained  in  my  work  upon  "  The  Com- 
poandfl  of  Alcohol  and  Water,*'  1866,  p.  89. 
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affected  *  by  the  existence  of  errors  in  the  fundamental  quan- 
tities, it  appears  useless  at  present  to  expect  values  of  any 
accuracy  for  the  constants  A,  B,  and  C  in  formula  No.  1. 
According  to  the  numbers  of  formula  No.  5,  we  find  that 

A5=94-10,  B=703-51,  C=l-90.  ...  (6) 
These  figures  satisfy  the  conditions  A>10  and  B>370,  and 
also  that  they  should  be  all  positive  and  greater  than  unity, 
80  that  F(0  >0  and  <  1  ;  but  the  true  values  of  A,  B,  and  C 
can  only  be  found  after  fresh  and  more  accurate  determina- 
tions. As  a  first  approximation,  especially  for  ordinary  tem- 
Eeratures  t,  the  above  values  will  suffice,  justified  as  they  are 
y  a  comparison  of  the  calculated  results  with  the  aggregate 
of  already  known  data  (see  Tables  I.,  II.,  III.). 

Previous  to  revising  the  extant  information  concerning  the 
expansion  of  water,  it  will  be  well  to  examine  the  corrections 
and  errors  relating  to  the  data  of  the  subject.  On  this  head 
special  attention  must  be  paid  to  the  influence  of  pressure, 
the  coefficients  of  expansion  of  solid  bodies,  and  the  methods 
employed  for  determining  the  temperatures. 

Influence  of  Pressure, — Taking  the  aggregate  of  results 
from  previous  sources  (Regnault,  Wertheim,  Grassi,  Amaury, 
and  others)  of  information  about  the  compressibility  of  water, 
it  appears  that  the  magnitude  /a  (the  coefficient  of  compressi- 
bility corresponding  to  a  rise  of  pressure  equal  to  one  atmo- 
sphere) decreases  wnen  the  temperature  rises  from  0°,  whereas 
for  all  other  liquids  /a  increases  with  the  temperature.  The 
researches  of  ragliani  and  Vicentini  J,  however,  show  that 

*  In  Prof.  Markoff*8  researches  (Proceedings  of  the  Imp.  Acad,  of 
Sciences,  St.  Petersbuig,  1889),  the  possible  variations  of  a^b,  k  c  in  the 
expression  y=a-f  &r+o^'  for  a  given  limit  of  the  variable  x  and  a  de- 
terminate error  of  the  variable  y  are  considered  in  an  exhaustive  manner. 
This  question  is  stated  and  solved  for  a  particular  case  in  the  work 
^  Investigation  of  Aqueous  Solutions  according  to  their  Specific  Gravitv," 
1887,  p.  289,  bv  the  present  Author. 

t  It  we  had  to  deal  with  a  smidl  range  of  temperature,  for  instance 
from  (y-40^,  then  the  rectilinear  expression  of  ^(t)  would  amplv  suffice 
within  the  limits  of  possible  errors  (see  Tables  II.  and  III.).    In  that  case 

A  like  expression,  with  the  difference  that  in  the  numerator  (£—4)  has  an 
index  of  more  than  2  and  less  than  3,  appears  sufficient  for  the  entire 
range  of  expansion,  but  then  great  difficulty  is  experienced  in  the  calcu- 
lations and  in  reality  three  constants  are  introduced,  the  same  as  in 
formula  No.  1.    But  an  expression  of  the  form 

proves  unsatis£Bu;tory.  '  A+Bt  ' 

X  Pagliaui  and  Vicentini.  Unfortunately  I  have  not  read  their  memoir 
in  the  original,  but  only  know  it  from  an  account  published  in  Wiede- 
mann's Beiblatterj  1864. 
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tills  decrease  only  extends  to  a  temperature  appro 
and  that  beyond,  for  water  as  for  other  liquids, 
viz. : — 


By  ezperimeDt. 

By  formula  1 

0°. 

/*10«: 

=  50-3 

i*,10«=s5( 

10°. 

47-0 

4: 

20°. 

44-5 

4^ 

30°. 

42-5 

4! 

40''. 

40-9 

4( 

50°. 

39-7 

3! 

60°. 

38-9 

3! 

70°. 

39-0 

31 

80°. 

39-6 

31 

90°. 

40-2 

4< 

100°. 

41-0 

4: 

In  order  to  be  able  to  deal  with  experimental  c 
peratures  exceeding  100°,  I  have  expressed  the  v 
by  a  parabola  : — 

/*= 10-«(50-49  -0-348 1  +  0-0026 ««). 

Since  the  quantity  /a  represents  some  hundred 
of  the  volume,  it  is  evident  that  in  determining  t 
water  (just  the  same  as  for  all  other  liquids)  it  i 
to  obtain  results  agreeing  to  a  millionth,  even 
atmospheric  pressures,  if  (as  is  usually  done)  we 
influences  of  compressibility  and  pressure.  Si] 
example,  that  the  experimenter  had  determined 
for  water  at  100°  as  1*043212,  operating  at  a  pres 
mosphere;  and  on  another  occasion  with  this  pressi 
by  one  tenth  of  an  atmosphere,  he  ought  to  find 
1-0000042  or  1-043216,  if  his  determinations  ati 
racy  of  a  millionth.  The  influence  of  compressi 
ticnlarly  notable  when  determining  the  density  c 
water  beyond  100°,  because  at  such  temperatures 
are  unavoidably  considerable.  In  this  respect  tl 
speak,  reconnoitring  determinations  were  made 

*  Sorby  (Phil.  Mag.  1859,  xviii.  p.  81 )  made  his  determina 
drical  sealed  tube,  and  compared  the  volumea  of  watc 
saline  solutions.  His  data  refer  to  vapour- pressures^  ( 
temperature  indicated. 

t=120°  14a>  160°  18(P  20 

«=l-98  8-57  6-12  9-03  16 

V=105988      10796         M0186       1-12676        1 

Judging  from  the  mode  of  observation,  the  degree  of  i 
exceed  +0-006. 

In  1860*,  being  unaware  of  Sorby*8  determinations,  1  r 
determinations  of  the  expansion,  above  their  boiling-pc 
ethery  and  alcohol  (Mendel^eff,  Liebig's  Ann,  cxix.  p.  1  J.  I 
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and  myself,  and  showed  that  beyond  100°  the  expansion  of 
water  increases  just  the  same  as  at  lower  temperatures.  Later 
on  Hirn  *  accurately  determined  the  variation  of  a  volume  of 
water  heated  from  100°  to  200°,  allowing  it  to  remain  all  the 
time  under  a  pressure  of  about  15  atmospheres.  Taking  the 
volume  at  4°  to  be  unity  and  taking,  according  to  Despretz, 
Vi  =  104315  for  100°,  it  appeared  that,  for 

120°  140P  160«  180^  200° 

V,=  l-05i;92         1-07949         M0149         1-12678     1-15777 

In  order  to  render  these  figures  comparable  with  the  other 
data  for  a  pressure  of  one  atmosphere,  it  is  necessary  to 
multiply  them  by  (1  +/iil4),  since  the  volumes  were  observed 
under  a  pressure  of  15  atmospheres  f.  This  reduction  neces- 
sitates the  knowledge  of  i^t  between  100°  and  200°  inclusive. 
Up  to  the  present  time  direct  determinations  of  this  kind  do 
not  exist,  so  that  it  becomes  necessary  to  extrapolate  by  means 
of  formula  No.  7.     This  gives  for  the  above  temperatures  : — 

10«/i<=46-17,    52-73,     61-37,     73-09,     84-89. 

Therefore  Hirn^s  figures  for  the  volumes  of  water  when  reduced 
to  a  pressure  of  one  atmosphere  become  : — 

Ve=  1-06060,     1-08029,     1-10244,     1-12793,    1-15914. 

Detei-mining  from  these  the  density  under  a  pressure  of  one 
atmosphere,  we  have 

S<=:0-94286,    0-92568,    0-90708,    0-88658,    0-86271. 

like  Sorbj's,  were  only  intended  to  give  a  preliminary  acquaintance  with 
the  phenomenon,  and  my  error  is  still  greater  than  Sorby%  namely  about 
H-Ovl.  For  water  a  determination  was  made  for  three  temperatures, 
and  gave  the  following  results : — 

^=120P  140°  160°. 

V=107  1-09  111. 

The  volumes  were  reduced  to  a  pr&<tsure  of  1  atm.  Sorby*s  and  my 
results  are  incomparably  less  accurate  than  those  made  by  Him,  and  as 
such  have  not  met  with  any  further  attention.  This  was  a  first  recon* 
naissance  into  the  region  of  the  unknown. 

«  Him,  1867,  Ann,  de  Chiinie  et  FhuB,  (4)  x.  p.  32.  The  method  of 
determination  and  the  dimensions  of  the  vessels  adopted  guarantee  con- 
siderable accuracy  to  Hira's  results,  which,  however,  judging  from  the 
mode  of  computing  the  corrections,  especiaUv  for  the  coefficient  of 
expansion  of  the  vessel,  contain  an  error  hardly  less  than  +0*0005. 

T  Him  states  in  his  memoir  (/.  c)  on  p.  39,  that  the  height  of  the 
mercuiy  in  the  open  column  was  11*25  metres ;  but  on  p.  48  he  says  that 
the  mean  pressure  was  equal  to  11*5  metres.  Taking  tne  first  statement 
and  adding  the  atmospheric  pressure,  we  obtain  15*8  atUL,  but  if  we  take 
the  height  11*5  metres  to  express  the  total  pressure  we  obtain  15*1 
atm. 
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However  well  the  results  of  Hirn's  repeated  experiments 
may  agree  with  one  another,  still  they  must  contain  errors 
which  it  is  impossible  to  avoid,  but  which  should  not  be  lost 
sight  of.  Thus,  for  instance,  Him  determined  the  expansion 
of  his  copper  vessel  between  22^  and  101*78°,  using  water 
and  the  figures  representing  its  variation  in  volume  given  bv' 
Despretz  (Table  I.) .  We  know  that  these  results,  although 
derived  from  one  of  the  best  determinations,  are  somewhat  in 
error,  especially  at  about  20°  (Table  I.),  and  therefore,  on 
their  basis,  the  true  coefficient  of  expansion  of  the  copper 
vessel  cannot  be  obtained  *.  According  to  Him  0'0000o024 
was  determined  to  be  the  coefficient  of  cubical  expansion,  and 
this  value  was  adopted  in  his  calculation.  But  Fizeau  gives  for 
copper  0-00005034  at  40°  and  0-00005094  at  50°,  showing  a 
rapid  increase  with  the  temperature.  This  also  follows  from 
the  determinations  of  Dulong  and  Petit,  who  demonstrated 
that  the  linear  expansion  from  0°  to  100°  is  0-00001718  and 
0-00001883  from  0°  to  300°;  whence  it  may  be  supposed  that 
if  the  mean  coefficient  of  cubical  expansion  of  copper  from 
0°  to  100°  is  0-000051,  then  from  100°  to  200°  it  will  be 
0-000056.  In  general  the  coefficient  of  expansion  of  copper 
increases  with  the  temperature.  Him  took  this  quantity  as 
constant,  and  thus  introduced  an  error  amounting  to  0*000005, 
which  in  temperatures  ranging  from  100°  to  200°  involves  an 
error  of  not  less  than  0*0005  in  the  volumes  of  water.  Since, 
then,  the  reduction  from  15  atmospheres  to  1  atmosphere  was 
made  by  us  on  the  basis  of  extrapolation,  and  vei*y  probably 
the  true  compressibility  of  water  between  100°  and  200°  is 

•  Water,  however,  is  the  most  convenient  liquid  for  determiningr  the 
coefficient  of  expansion  of  vessels ;  and  if  the  data  for  the  expansion  of 
water  be  complete  we  may  prefer  it  to  all  other  liquids,  especia&y  for  the 
determination  of  the  expansion  of  glass  vessels  at  moderate  temperatures, 
because  in  this  case  water  varies  in  volume  very  slightly.  The  loliowing 
simple  method,  which  I  have  practised  for  a  long  time,  gives  very  rapid 
and  concordant  results  for  the  coefficient  of  expansion  of  glass  at  tem- 
peratures near  0°.  The  vessel  is  tilled  with  water  at  0°,  up  to  a  mark, 
and  then  carefully  heated ;  at  first  the  level  falls,  but  then  at  a  certain 
temperature  t  it  again  returns  to  the  former  level.  The  determination 
of  t  gives  k.  Evidently  the  volume  of  the  vessel  at  (f  and  at  t  is  equal 
to  the  volume  of  water  Vq  and  Yt  at  these  temperatures ;  and  hence  the 
ratio 

V 

y^l-\-kt. 

^  0 

In  this  manner  the  expansion  of  vessels  can  be  rapidly  determined  by 
means  of  a  corrected  thermometer,  and  the  relative  results  obtained  ai^ 
very  precise.  This  method  may  he  of  especial  use  in  the  study  of  areo- 
meters. 
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uinch  ii^reaier  than  that  adopted  by  ns  *y  and  since  this  redac- 
tion affected  the  third  decimal  in  the  volumes,  it  may  be 
presumed  that  the  above-determined  densities  of  water  contain 
an  error  at  least  in  the  fourth,  or  perhaps  even  in  the  third 
decimal  place. 

Having  made  this  reservation,  it  will  be  possible  to  com- 
pare the  densities  found  by  experiment  with  those  calculated 
from  formula  No.  1,  adoptingthe  above-mentioned  values  for 
the  constants  A,  B,  and  C.     Thus : — 

120O.  140°.  100°.  180°.  200°. 
FpomHirn'Bexperiment8,S^  -  09429  09267  0-9071  0-8866  0-8627 
By  calculation,  formula  No.  1  -  0-9433      0-9262      0-9073      0-8864      0*8635 

Difference -00004  -0-0006  -00002  +00002  -0-0008 

The  difference,  therefore,  between  the  results  obtained  by 
experiment  and  by  calculation,  for  temperatures  ranging  from 
100°  to  200°,  does  not  exceed  the  possible  error  in  the  deter- 
minations made  by  Hirn,  which  are  distinguished  by  the 
highest  degree  of  accuracy  yet  attained  in  this  province. 

With  respect  to  the  influence  of  pressure  on  the  density 
of  water,  we  must,  inter  alia^  make  the  following  remarks  : — 

(1)  A  most  important  addition  to  the  study  of  the  properties 
of  water  will  be  introduced  by  determining  with  the  greatest 
possible  accuracy  its  compressibility  between— 10°  and +  200°. 

(2)  In  accurate  determinations  of  the  density  of  water  (and 
of  other  liquids)  the  pressure  must  be  determined  and  a  cor- 
rection introduced  for  it. 

(3)  The  normal  density  of  liquids  (also  of  gases)  must  be 
reckoned  at  the  normal  pressure  of  760  mm.  of  mercury  (at 
lat.  =  45°). 

(4)  For  the  theory  of  the  subject  it  would  be  highly  important 
to  make  a  series  of  determinations  of  the  density  of  water  from 
0°  to  100°  and  upwards  at  some  fixed  and  considerable  pres- 
sure, in  order  to  judge  of  the  manner  in  which  S  and  v  are 
dependent  on  t  and  p  (pressure).  At  present,  whilst  we  are 
ignorant  of  the  true  nature  of  this  dependence,  we  may  take 

ii  <f>(t)  be  found  for  ^=1  atmosphere.     From  the  theory  of 

*  Pagliani  Bhowed  that  with  the  majority  of  investigated  liquids  ^ 
increases  very  rapidly  with  the  temperature ;  for  instance,  with  normal 
propyl  alcohol,  at  0°,  /i=0-0000086,  and  at  100°  /i^O-OOOOlSS.  Judging 
from  the  variation  of  the  properties  of  water,  there  is  reason  for  thinking 
that  at  200°  its  coefficient  of  compressihility  will  be,  for  example,  twice  as 
great  as  at  100^, 
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heat  (Thomson,  Van  der  Waals,  Tait,  and  others)  we  know  of 
the  existence  of  a  sort  of  relation  between  the  pressure  and 
melting-points  of  ice  and  the  maximum  density  of  water;  also 
that  with  respect  to  this  last  property  Amagat  demonstrated 
a  lowering  of  the  temperature  of  the  maximum  density  as  the 
pressure  rises*;  but  the  fact  of  a  change  of  density  being 
dependent  upon  an  alteration  of  pressure  at  different  temper- 
atures, although  theoretically  admissible,  still  requires  experi- 
mental investigations,  confirming  those  general  laws  which 
govern  the  volumes  of  gases  and  liquids  in  relation  to  changes 
of  temperature  and  pressure. 

The  Infiuence  of  the  Expansion  of  Solids. — For  water  as  yet 
we  have  no  determinations  of  expansion  made  independently  of 
a  change  of  volume  in  other  bodies  (for  instance,  the  containing 
vessel  or  solids  in  general),  because  the  process  of  determining 
the  height  of  columns  of  water  at  different  temperatures  pre- 
sents practical  difficulties  which  I  consider  it  out  of  place  to  take 
into  account  here,  but  which  I  desire  to  overcome  if  it  be  at 
all  possible.  The  true  volume  of  water,  V^,  is  determined  from 
the  apparent  (observed)  volume  W«  by  multiplyiug  it  t  by 
the  changed  volume  vt  of  the  solid  envelope;  hence  it  is  evident 
that  however  accurate  the  measuring  of  the  apparent  volume 
be,  the  resulting  V<  will  include  the  entire  error  contained 
in  the  expansion  of  the  envelope.  As  regards  the  expansion 
of  envelopes,  in  spite  of  numerous  investigations,  there  is  a 
great  deal  of  confusion  and  doubt  and  more  or  less  improper 
application. 

1.  Very  frequently  J,  in  order  to  obtain  the  true  volume  V<, 

*  By  using  formula  No.  7,  it  is  easily  seen  that,  as  the  pressure  rises, 
the  temperature  of  the  maximum  density  falls,  and  that,  at  a  pressure  of 
1000  atm.y  it  will  be  far  below  +4^.  Hence  it  is  necessary  to  consider 
the  pressure  when  treating  of  questions  relating  to  the  temperature  of 
the  maximum  density  of  water.  I  may  here  remark  that  the  solution  in 
water  of  alcohol,  sulphuric  acid,  salt,  &c.,  also  lowers  the  temperature  of 
the  maximum  density  (and  also  that  of  the  formation  of  ice) ;  that  is,  it 
acts  the  same  as  compression* 

t  Regnault  (Helation  des  expir,  i.  p.  226)  remarked  long  ago  that  the 
addition  of  the  apparent  volume  to  the  increase  of  volume  of  the  vessels 
involves  an  inciaental  error,  because  the  true  expansion  is  equal  to  the 
apparent  multiplied  by  the  volume  of  the  vesseL 

X  As  an  example  I  may  cite  the  determinations  of  Weidner  (Pogg. 
Ann.  186(J,  Ixxix.  p.  800).  He  was,  however,  fully  justified  in  having 
recourse  to  a  simplified  method  for  determining  the  true  volume  of  water, 
because  his  determinations  were  made  at  temperatures  not  differing  hY»m 
0^  by  more  than  10°,  and  were  not  distinguished  for  any  great  degree  of 
accuracy.  When  the  temperatures,  on  the  other  hand,  lie  distant 
from  0^  and  the  precision  of  the  investigation  is  considerable,  then  the 
usual  method  of  finding  the  true  volume  from  the  apparent  volume  must 
be  abandoned,  as  it  is  erroneous  in  piinciple  and  introduces  errors 
which  may  easily  be  avoided. 
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the  increment  of  the  volume  of  the  vessel,  t.  e.  kt,  is  added 
to  the  apparent  volume  W«,  whereas  V«  should  be  found 
from  the  product W« X  t^,  where  vt=l  +  kt.  An  example  will 
show  how  great  an  error  is  thus  introduced.  Supposing 
¥0=1,  and  let  us  assume  the  apparent  volume  of  the  water 
at  100°  equal  to  1*040502,  and  let  the  coefficient  of  expansion 
of  glass  =0*00002705.  According  to  the  generally  adopted 
method,  we  should  conclude  from  this  that  the  true  volume  of 
water  at  100°= 1*040502 +0*002705=  1*043207;  whereas  in 
reality  it  is  equal  to  1*040502  x  1*002705=  1*043316:  thus  the 
error  committed =0*000109,  exceeding  that  of  observations 
made  in  the  simplest  manner.  Even  with  a  difference  of 
temperature  from  0°  not  greater  than  20°,  the  error  of  the 
above  modus  operandi  is  already  clearly  sensible  in  the  sixth 
place.  This  error  decreases,  but  does  not  disappear,  when  a 
similar  method  is  employed  in  determining  the  coefficient  of 
expansion  of  the  vessel,  viz.  the  subtraction  of  the  apparent 
expansion  of  mercury  from  the  true  expansion. 

2.  The  coefficient  of  expansion  of  glass  and  metals  adopted 
when  determining  the  density  of  water  is  usually  taken  for  a 
range  of  temperature  from  0°  to  100°,  and  the  mean  value  of 
the  coefficient  of  expansion  k  of  the  envelope  being  found, 
it  is  taken  as  constant  throughout  the  whole  of  this  range.  It 
is,  however,  beyond  doubt,  in  spite  of  statements  to  the  con- 
trary*^ that  the  coefficient  of  expansion  of  gla<s  increases 
considerably  (relatively  more  than  mercury)  with  the  tem- 
perature. Hence  the  readings  of  the  mercury  thermometer, 
on  being  reduced  to  the  normal  hydrogen  thermometer, 
require  a  negative  correction  and  not  a  positive  one,  as 
would  be  necessary  if  the  variations  depended  upon  the 
unequal  expansion   of  mercury  alone  t-     From   Begnault's 

*  Hagen  (Abhandl.  d.  K.  Akademie  zu  Berlin,  1855,  Math,  i.),  in  a 
special  examination  of  this  question  and  taking  as  basis  his  determi- 
nations of  the  linear  eznansion  of  glass,  states  that,  between  0^  and  100°, 
the  coefficient  of  cubical  expansion  of  glass  is  without  variation.  Volk- 
maun  (Wiedemann's  Ann.  1881,  xiv.  p.  270),  in  revising  the  determi- 
nations of  Rosetti,  who  found  k  to  increase  with  f,  concludes  by 
denying  this  variability,  t.  e.  he  considers  k  constant  from  0°  to  10(P,  as 
generally  admitted  by  experimenters.  I  may  here  remark  that  in  the 
investigation  of  other  liquids,  which  have  a  large  coefficient  of  expansion 
and  oiler  but  slight  variations  in  it,  this  supposition  does  not  ^lay  an 
essential  part.  But  in  water  at  low  temfi^ratures,  the  coefficient  of 
expansion  is  small — for  instance,  between  6°  and  10°  it  is  eaual  to 
0'0000o08,  t.  e,  onlv  twice  that  of  glass  -,  so  that  in  this  case  tne  de- 
termination of  small  variations  in  the  coefficient  of  expansion  of  glass  is 
of  ffreat  importance  for  the  accuracy  of  the  final  result. 

T  Let  t  be  the  true  temperature  (according  to  the  hydrogen  thermo- 
meter), and  let  us  suppose,  without  greatly  departing  from  the  truth  in 
the  abstract,  that  tne  expansion  of  mercury  from  0°  to  100°  is 
expressed  by  V< =1+0000180  <+ 0-00000002  ««, 
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data  we  may  deduce  that  ordinary  glass  between  0°  and 
300°  undergoes  a  change  of  volume  indicated  by  the  equation 

and  the  linear  expansion  of  glass  by 

t?«=l+0-000027<. 
The  apparent  expansion  of  mercurji  as  observed  in  the  glass  thermo- 
meter, will  be^,  and  at  100**  it  will  equal  1-016469.    Every  degree  of 

the  mercuxy  thermometer  will  correspond  to  a  volume  of  0*00016469, 
and  60^  of  the  mercury  thermometer  will  answer  to  an  apparent  volume 
of  1*0077296.  The  question  then  arises,  What  will  be  the  true  tem- 
perature tf  above  or  below  60°  P     When  ^=60°,  the  apparent  volume 

equals  ^.qoisso™^'^^^^  *  hence  the  difference  between  this  volume  and 
that  at  which  the  mercury  thermometer  shows  60°  is  equal  to  00000399) 
corresponding  to  0^*268  nearly.  Therefore,  if  the  variation  of  the  volume 
of  the  glass  were  expressed  hneally  (».  e.  if  the  coetficient  of  expansion 
of  glass  were  constant),  then,  when  the  mercury  thermometer  showed 
60°,  the  true  temperature  would  be  60°*26d  and  the  correction  for  the 
readings  of  the  mercury  thermometer  would  be  positive.  This  correction 
would  remain  positive  so  long  as  the  variation  in  the  coeiiicient  of 
expansion  of  glass  were  less  than  that  of  mercury ;  for  which  latter  the 
▼alue  of  6  in  the  parabola  V^i+at+bt^  is  9000  times  less  than  a.  But 
when  this  relation  grows  greater  for  glass,  then  the  cori*ectioa  will  be- 
come negative.  Let  us  illustrate  this  by  an  example,  taking  the  same 
expansion  for  mercury  as  above,  and  for  glass 

vt^l  +0000026  ^+0-00000002 1^ ; 

I.  e.  let  us  suppose  that  its  coefficient  of  expansion  changes  more  rapidly 
with  the  temperature  than  mercury.  The  apparent  expansion  of  mercury 
up  to  100°  will  be  as  before,  since  the  volume  of  the  envelope  will  be 
1-0027  at  100° ;  therefore  one  degree  will  again  correspond  to  0*0001646 
of  the  volume  and  a  reading  of  60°  on  the  mercury  thermometer  will  be 
obtained,  when  the  apparent  volume  equals  1*0077295.     But  at  the  true. 

1*009050 

temperature  ^=60°,  the  apparent  volume  will  be  ^^^-^^^s  1*0077391. 
Hence  when  the  mercury  thermometer  shows  60°,  then  the  true  tempe- 
rature will  be  49^*938,  and  the  correction  for  the  readings  of  the  mercury 
thermometer  at  60°  will  then  be  negative.  All  the  investigations  which 
have  been  made  on  the  corrections  for  mercury  thermometers  by  com- 
paring them  with  the  hydrogen  thermometer,  show  ^^as  mentioned  in  a 
subsequent  note)  that  the  correction  for  readings,  verined  in  every  other 
respect,  of  mercury  thermometers  is  negative ;  i,  e.  the  true  temperature 
is  lower  than  that  shown  by  a  mercury  thermometer  which  has  been 
corrected  for  zero,  calibre,  &c.  throughout  the  entire  range  from  0°  to  100°. 
Hence  it  is  clear  that  (1)  the  variation  of  the  volume  of  glass  does  not  pro- 
ceed according  to  a  linear  function  of  the  temperature,  which  is  the  same 
in  the  case  of  the  expansion  of  mercury  (the  latter  follows  from  Kegnault^s 
determinations  of  the  true  expansion  of  mercury^ ;  and  (2)  the  coefficient 
of  expansion  of  glass  increases  relatively  more  rapidly  than  that  of  mercury 
I  tnought  it  well  to  demonstrate  the  last  two  propositions  for  three 
reasons: — (1)  I  have  nowhere  met  with  a  simple,  objective  treatment  of  this 
subject;  (2)  generally  the  proportionality  of  the  expansion  of  glass  to  the 
temperature  is  adopted  without  further  discussion^  or  else  the  absenca  of 
this  proportionality  is  considered  as  not  proved,  Hagea,  Matthiessen,  and 
others  being  cited ;  and  (3)  in  the  question  of  the  expansion  of  water, 
true  data  for  the  expansion  of  glass  are  of  very  great  importance. 
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t;,= 1  +  (25-3  +  0-0062  0  10-«  t. 

Now  the  true  expansion  of  mercury  through  the  same  range 
of  t  is  expressed  by  the  formula 

Ve= 1  +  (179-97  +  0-0208 1)  10-«  t. 

Thus  the  coefficient  of  cubical  expansion  of  glass  is  seven 
times  less  than  that  of  mercury,  while  its  thermal  increment  is 
only  three  times  loss.  The  conclusion  arrived  at  by  Benoit  * 
is  still  more  convincing.  He  found  that  between  0°  and  40° 
the  variation  in  volume  of  ordinary  glass  is  expressed  by 

t;,=  1  +  (21-552  +  0-0241 1)10'^  t ; 

while,  according  to  Broch,  the  expansion  of  mercury  through 
this  range  of  temperature  is 

V<=1  +  (181-652  +  0-004845  010-«  t. 

Here  the  increment  of  the  coefficient  of  expansion  of  glass  is 
absolutely  greater  than  that  of  mercury,  although  at  0°  the 
coefficient  itself  is  more  than  7^  times  less.  From  this 
it  is  evident  that  by  taking  the  coefficient  of  expansion 
of  glass  as  constant,  an  error  is  introduced  which  affects 
the  result  very  palpably.  Thus,  for  instance,  if  the  true 
expansion  of  glass  between  0°  and  100°  be  expressed  by  the 
parabola 

-i^  =  l  + (25  +  0-02  010-% 

then  the  volume  at  100°  will  be  1-0027  and  the  mean  coefficient 
of  expansion  will  equal  0*000027 ;  whence  it  may  be  supposed, 
for  instance,  that  at  20°  the  volume  of  the  vessel  should  be 
1-000540,  whereas  in  reality  it  is  1  000508,  giving  a  difference 

*  Deductions  from  the  observations  of  Benoit  and  Broch;  taken  from 
the  work  by  Guillaume,  TraiU  pratiqxu  de  la  thermonUtrie  de  prSciawn, 
1889,  p.  336,  which  forms  one  of  the  fruits  of  the  labours  of  the  Inter- 
national Bureau  of  Weights  and  Measures.  As  regards  the  above-cited 
consequence  of  Regnault's  determinations  {Relation  des  exp4r.  t.  i.  p.  225), 
I  calculated  as  follows : — From  observation,  it  appeared  that  the  appa- 
rent expansion  of  mercury  is  expressed  by  the  equation 

W<=  l+(154-28+0-00987  010-«  t\ 

and  from  determinations  of  the  true  expansion  of  mercury,  I  had 
previously  calculated  (Journal  of  the  Russian  Phvsico-Chemlcal  Soc., 
Physical  Section,  1875,  p.  75)  that  it  is  expressed,  for  the  same  limits  of 
temi)erature,  in  the  manner  given  in  the  text,  and  hence  the  expression 
given  above  for  the  volumes  of  glass.  From  these  data  it  would  have 
been  possible  to  deduce  the  variation  of  the  coefficient  of  expansion  of 
glass,  if  experiment  had  not  shown  that  the  amount  of  this  variation  is 
very  dissimilar  for  different  kinds  of  glass. 
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{0'000032)  in  the  volumes  which  exceeds  the  possible  errors 
of  reading  (gravimetric  or  volumetric).  Still  up  to  now  our 
information  respecting  the  variation  in  the  coemcient  of  ex- 
pansion of  vessels  with  rise  of  temperature  is  not  sufficiently 
clear  to  allow  of  its  employment  as  the  means  of  introducing 
into  the  existing  data  respecting  the  expansion  of  water  cor- 
rections which  would  really  improve  our  results.  At  present 
we  can  only  say  that,  in  determining  the  volume  of  a  vessel 
according  to  the  formula  r<=i'o(l  +  iO,  and  finding  k  for 
a  change  of  t  from  0°  to  100°,  the  greatest  errors  are  intro- 
duced between  25°  and  75°  and  that  they  attain  some  hundred- 
thousandths  of  the  volume  or  of  the  density. 

3.  Many  observers  (Hallstrom,  Stampfer,  Hagen,  Mat- 
thiessen)  determined  the  expansion  of  the  solids  adopted  in 
the  hydrostatic  determination  of  the  variation  of  the  density 
of  water,  by  measuring  the  linear  expansion  of  the  substance 
from  which  the  body  weighed  in  water  was  prepared.  This 
method,  which  does  not  require  a  knowledge  of  the  expansion  of 
mercury,  involves,  firstly,  three  times  the  error  accompanying 
the  determination  of  the  linear  expansion,  which  error,  not- 
withstanding all  the  improved  methods  of  determination,  is 
still  sufficiently  great  and  will  scarcely  give  a  result  with  an 
approximation  of  more  than  hundredths  ;  secondly,  it  is  pre- 
sumed, a  prioriy  that  the  expansion  in  a  transverse  direction 
is  the  same  as  longitudinally,  even  for  drawn-glass  tubes, 
which  fact  needs  demonstration,  and  in  my  opinion  is  very 
tmlikely  ;  and,  thirdly,  the  above-mentioned  method  is  most 
often  applied  to  glass  tubes  from  which  the  body  used  in 
hydrostatic  weighing  is  made  by  blowing  or  melting  ;  and  it 
is  likely  that  such  deformation  involves  some  change  in  the 
coefficient  of  expansion.  In  addition  to  this  Hallstrom  (1825) 
found  that  the  cubical  expansion  of  glass  is  greatly  affected 
by  a  rise  of  temperature  : 

t?,=l+(5-88+O-3l501O-*«; 

whereas  Hagen  (in  1855)  found  hardly  any  variation  in  the 
coefficient  of  expansion  in  the  glass  he  used  (through  a  range 
of  l-e^-Sl**),  and  gave  the  value  : 

v,  =  1  + 27-69  aO-«. 

According  to  the  first  formula,  the  volume  at  70°=  1*001955, 
and  from  the  second  we  obtain  1*001938 — results  nearly  the 
same  ;  but  at  other  temperatures  these  values  vary  consider- 
ably, for  instance  at  30°  the  first  formula  gives  V=  1*000460, 
against  1*000831  according  to  the  second. 

Neither  of  these  contradictory  results  can  be  considered  as 
correct  or  depending  only  on  the  properties  of  glass,  and 
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probably  the  conflicting  evidence  of  the  observers  has  its 
source  in  the  errors  accompanying  the  determination  of  the 
linear  expansion  of  solids  by  the  method  of  comparison. 

4.  No  less  doubtful  are  the  determinations  of  the  expan- 
sion of  glass,  carried  out  between  0°  and  100°,  by  means  of 
mercury,  because  the  true  mean  coefficient  of  expansion  of 
mercury  adopted  by  different  observers  varies  greatly,  and  it 
is  impossible  to  say  at  present  to  what  extent  the  actual  value 
differs  from  those  taken  *.  After  the  determinations  of 
Dulong  and  Petit,  this  mean  coefficient  of  expansion  of 
mercury  was  taken  as  g^=s0'00018018 ;  Regnault  deduced 
the  value  0*00018153  from  his  classical  researches.  By 
applying  diflPerent  methods  of  interpolation  to  the  determina- 
tions of  Regnault  (expressing  the  result  multiplied  by  10'), 
Bosscha  (1874)  found  18241;  aalton(1873),  18181;  Wullner 
(1874),  18252;  MendeleefF  (1875),  18210  +  7  t;  Levy  (1881), 
18207;  and  Broch  (1885),  18216.  The  chief  cause  of  this 
discrepancy  in  the  results  lies  in  the  circumstance  that 
Regnault,  out  of  135  determinations,  only  made  32  for 
temperatures  below  100° ;  his  cold  column  of  mercury  during 
the  experiments  was  not  at  0°,  but  had  a  temperature  from 
+ 10  to  + 18°,  and  separate  experiments  present  differences 
amounting  to  the  discrepancies  above  stated.     Without  fresh 

*  The  method  pursued  up  to  now  since  the  time  of  Dulong  consbts  in 
detei'Qiining  the  true  expansion  of  mercury,  then  from  it  that  of  glasa,  and, 
knowing  the  latter,  from  the  apparent  expansion  the  true  expansion  of 
water  and  of  other  liquids.  The  great  difference  (7-fold)  between  the  coeffi- 
cients of  expansion  of  glass  and  mercury  constitutes  the  weak  j>oint  of  this 
methodybecause  the  expansion  of  mercury  must  be  ascertained  with  a  de^ee 
of  precision  scarcely  attainable  in  experiments.  But  the  most  perceptible 
want  in  this  method  lies  in  the  fact  that  the  classical  researches  of 
Regnault  afford  very  little  material  for  an  accurate  judgment  of  the 
expansion  of  mercury  between  0°  and  100^,  where  questions  of  expansion  • 
ai'e  mainly  concentrated  and  where  observations  are  most  within  reach. 
The  great  necessity  for  new  determinations  of  the  true  expansion  of 
mercury  from  0°  to  100°  has  already  repeatedly  been  made  manifest.  I 
unite  my  voice  to  that  of  many  others ;  but  I  will  add  that  when  we  have 
reliable  figures  expressing  the  expansion  of  water  it  will  then  be  easier 
to  obtain  them  for  mercury  also,  tor  experiments  with  water,  between  0° 
and  100^,  are  easier  and  more  convenient  than  with  mercury,  and  conse- 
quently their  precision  may  be  greater.  In  a  word,  the  determination 
of  the  true  expansion  of  water  is  a  question  urgently  requiring  solution. 

t  I  think  it  will  not  be  superfluous  here  to  draw  attention  to  the  fact 
that  in  the  determinations  of  the  expansion  of  mercury  from  0°  to  100^ 
(according  to  JEleguault)  there,  without  doubt,  exists  an  error,  attaining  +7 
or  8  millionths  of  the  volume ;  and  therefore  it  is  necessary  to  recognize 
this  possible  error  in  the  calculations  and  to  determine  it,  which  I  have 
endeavoured  to  do.  The  calculations  of  Levy  and  Broch,  made  subse- 
quently to  mine,  justified  my  conclusion,  since  the  difference  between 
tbeir  result  and  mine  does  not  exceed  +7  millionths. 
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determinations  this  question  will  remain  doubtful  for  the 
future  within  the  limits  I  indicate  (  +  7  for  18210).  Matthies- 
sen  (1865)  having  determined  the  coefficient  of  expansion  of 
glass  and  water,  employed  them  for  fresh  determinations  of 
the  expansion  of  mercury,  but  his  results  are  not  sufficiently 
accurate  to  elucidate  the  matter  *.  Besides  this,  as  the  mean 
coefficient  of  expansion  of  mercury  from  0°  to  100®  does  not 
give  the  variation  of  the  coefficient  of  expansion  of  glass, 
which  variation  must  be  recognized,  therefore  we  must  allow 
an  error,  affecting  the  fifth  decimal  place,  in  the  data  for  the 
volumes  of  water,  which  error  proceeds  entirely  from  the  fact 
of  taking  the  mean  coefficient  of  mercury  as  a  basis. 

The  Determination  of  Temperatures, — The  majority  of  the 
determinations  of  the  variation  of  the  density  of  water  with  a 
rise  of  temperature  have  been  made  with  the  aid  of  ordinary 
mercury  thermometers,  correcting  their  readings  relative  to 
the  position  of  zero  and  to  calibration,  although  to  the  exclusion 
of  all  that  sum  of  corrections,  which  the  researches  of  Pernet, 
Guillaume,  and  other  observers  in  the  Metrical  Committee  f 
have  recently  elucidated.  Jolly  (1864),  however,  in  his 
determinations,  referred  the  temperatures  to  the  air  thermo- 
meter directly.  In  searching,  however,  for  the  true  law  of 
the  expansion  of  water,  it  is  necessary  to  express  the 
temperatures  by  the  absolute  scale  or  by  the  hydrogen 
thermometer,  because  in  the  law  of  the  expansion  of  liquids 
we  must  expect  a  direct  connexion  with  the  law  of  the 
expansion  of  gases,  since  there  is  great  similarity,  although 
no  identity,  between  the  liquid  and  gaseous  states  of  matter. 
In  order  to  show  how  great  is  the  influence  of  the  circum- 
stance alluded  to  above,  we  give  the  values,  from  Chappuis' 
experiments,  of  the  correction  A^  which  must  be  added  to  the 
readings  of  a  mercury  thermometer  of  hard  glass  (whose 
analysis  is  71-5%Si02,  U'S^'oCaO,  ll%NaaO,  I'SVoAIcjOb)  to 
convert  them  to  the  scale  of  the  hydrogen  thermometer  : — 
-  10°.     AJ'=+0073;  (fo/«ft= +0-000264;  AS= -0-000019 

0°.  0  -|-0-0000ft5  a 


20°. 

-0086 

-0-000148 

'   -0-000013 

40°. 

-0-107 

-0-000380 

-0000041 

60°. 

-0-090 

-0-000512 

-0-000046 

80°. 

-0050 

-0-000621 

-0000031 

100^ 

0 

-0KX30718 

0 

Along  with  the  corrections  A<  are  given  the  values  of  the 
differential  coefficient  ds/dt  or  the  variations  in  the  density  of 

♦  Matthiessen,  Pogg.  Ann,  1866,  cxxviii.  p.  512.    t  See  note  p.  114» 
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water,  corresponding  to  one  degree,  and  after  are  shown  the 
corrections  AS  for  the  specific  gravity  of  water  which  must  be 
introduced,  in  order  to  obtain  from  the  observed  quantities 
these  specific  gravities  as  referred  to  the  hydrogen  thermo- 
meter. Here  also  the  corrections  for  the  figures  given  by 
the  experimenters  apparently  affect  the  fifth  decimal.  And 
since  in  the  constancy  of  the  temperatures  and  in  the  readings 
of  the  thermometers  we  must  allow,  besides,  their  own  inevi- 
table errors,  and  seeing  that,  in  addition  to  this,  these  errors 
differ  with  different  observers  and  thermometers*,  it  may 
be  considered  as  demonstrated  that  in  general  in  the  data 
existing  at  present  for  the  density  of  water,  at  20°  for  instance, 
not  only  the  sixth  but  the  fifth  decimal  place  is  subject  to 
correction. 

But  what  is  the  magnitude  of  possible  error  in  perfected 
determinations  of  the  density  of  water,  if  we  reckon  that 
insignificant  and  individual  errors  disappear  on  taking  a 
mean  result,  and  making  the  figures  more  uniform  by  the 
method  of  interpolating  introduced  by  all  observers  in  their 
experiments,  by  expressing  them  in  the  form  of  densities 
referred  to  entire  degrees  ? 

I  have  devoted  much  time  to  the  consideration  of  the  best 
answer  to  this  question  ;  having  endeavoured  to  determine  by 
an  examination  of  the  original  investigations,  the  measure  of 
the  errors  of  each  experimenter  by  introducing  into  his  results 
all  the  possible  corrections,  and  calculating  the  mean  quadratic 

*  Many  investi^tors  od  the  expansiou  of  water  at  various  tempera- 
tures have  determined,  if  not  all  the  possible  error,  at  least  the  value  of 
the  deviations  of  the  formulsB  expressing  the  expansion  from  their  experi- 
mental results.  Thus,  for  instance,  Ilagen  (/.  c.)  found  for  his  observer 
tions,  that  the  so-called  "  probable  error,''  or  more  precisely  the  measure 
of  the  discrepancies  between  the  experimental  results  and  those  given  by 
formula,  may  be  expressed  in  fractions  of  degrees  of  the  temperature, 
which  we  translate  into  millionths  of  the  volume. 


In  degrees. 

In  volumes. 

From  0°  to 
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+  0-000002 
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""01085 

11 

«14    „ 

20 

0-0479 

8 

..20    „ 

30 
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20 

9}    ^        ff 

40 

00439 

14 

»40    „ 

60 

0-0526 

24 

»  60    „ 

80 

0-0692 

36 

„80    „ 

100 

01249 

+00000086 

The  greater  portion  of  the  errors  of  this  kind  (accidental)  are  elimi- 
nated in  the  majority  of  the  investigations  by  the  help  of  interpolation,  by 
the  method  of  least  squares,  and  therefore  in  the  sequence  I  avoid  dwelling 
upon  such  errors,  and  pay  chief  attention  to  the  constant  errors  in  con- 
nexion with  the  funaamental  methods  of  research,  which  cannot  be 
removed  by  interpolation. 
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digressions  of  the  interpolation -formulae  from  the  observed 
figures  in  various  regions  of  temperature.  But  on  comparing 
the  results  thus  obtained,  I  have  come  to  the  conclusion  that — 
1,  the  introduction  of  all  the  possible  corrections  does  not 
make  the  results  of  separate  observers  agree  with  one  another ; 
and  2,  the  greatest  quadratic  deviations  do  not  appear  in  the 
results  of  tnose  observers  whose  results  are  apparently  the 
least  trustworthy,  but  in  those  cases  where  the  methods 
adopted  are  described  in  the  greatest  detail  and  most  circum- 
stantiaUy.  For  this  reason,  I  give  in  Table  I.  the  original 
figures  of  the  observers  without  introducing  any  corrections 
whatever ;  and  it  is  only  to  aid  their  comparison  that  I 
express  the  results  in  volumes,  taking  the  volume  at  4*^  equal 
to  10*.  Further,  in  Table  II.  figures  are  given  which  have 
been  determined  at  dilFerent  times  by  various  investigators, 
deduced  from  an  aggregate  of  data  corrected  in  all  respects 
and  considered  as  most  trustworthy.  Finally,  in  Tables  II. 
and  III.,  besides  the  densities  ana  volumes  of  water  found 
from  formula  No.  1,  the  magnitude  of  the  errors,  which  may 
now  be  looked  for  in  the  best  determinations,  are  given. 
These  possible  errors,  inherent  in  contemporary  data,  may 
evidently  also  occur  in  the  results  given  by  formula  No.  1, 
for  its  constants  and  very  form  could  only  be  founded  upon 
previous  determinations. 

Table  I.  contains  the  figures  for  the  volumetric  variations 
of  water  found  by  the  following  investigators  : — 

1.  Hallstrom,  in  Abo  (Pogg.  Ann.  i.  p.  168).  He  made 
his  determinations  (in  1823)  by  weighing  in  water  a  glass 
sphere  (vol.  about  162  c.  c.)  blown  out  of  the  same  material 
as  a  tube,  whose  linear  expansion  he  determined  in  a  direct 
manner.  Hallstrom  interpolated  the  specific  gravities,  taking 
that  at  OP  as  unity,  according  to  the  formula 

the  constants,  multiplied  by  10*,  a =52-939,  6-6*5322,  and 
c= 0*01445,  were  found  by  the  method  of  least  squares  for 
t  from  0°  to  30°.  The  determinations  made  by  Hallstrom 
must  be  taken  as  exemplary.  Subsequently  Hagen  and 
Matthiessen  adopted  the  same  method.  The  chief  cause 
why  the  results  obtained  by  Hallstrom  are  all  below  the 
truth,  lies  in  the  fact  that  his  results  for  the  linear  expansion 
of  glass,  at  temperatures  between  0®  and  30°,  were  below  the 
actual  figures.  Taking  A  =0*000026,  we  obtain  results  from 
Hallstrom's  figures  which  very  nearly  approach  the  date  of 
the  best  and  latest  determinations. 

2.  Muncke  {MemoireH  prSs.  a  VAcadSmie  des  Sciences  de 
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St.  PAersbourg,  t.  i.  p.  249),  in  Heidelberg,  made  a  determi- 
nation of  the  expansion  of  nnmerous  liquids  by  the  volmnetric 
or  thermometric  method,  which  was  afterwards  adopted  by 
Despretz,  Kopp,  Pierre,  and  many  others.  Although 
Mnncke's  results  were  commanicated  to  the  Academy  in 
1828,  they  only  appeared  before  the  public  in  1831,  t.  e. 
simultaneously  with  the  investigations  of  Stampfer.  Muncke 
determined  the  expansion  of  the  vessel  by  means  of  mercury, 
taking  the  value  given  by  Dulong  and  Petit  (5^).  Muncke*s 
results  for  low  temperatures  (0°  to  30®)  are  greater  than  the 
actual  values,  and  those  for  higher  temperatures  (40°  to  100°) 
are  less.  This  is  due  to  the  insufficient  accuracy  of  calibration 
and  to  the  determination  of  the  coefficient  of  expansion  of  glass. 
It  should  be  observed  that  most  of  the  results  of  Muncke's 
researches  appear  inaccurate  when  compared  with  recent 
researches. 

3.  Stampfer  (Pogg.  Ann,  xxi.  p.  116)  in  1831,  in  Vienna, 
determined  the  expansion  of  water  hydrostatically  by  weigh- 
ing a  brass  cylinder,  who^^e  linear  expansion  was  previously 
determined  and  found  to  be  0*001920  between  0°  and  100^ 
The  determinations  were  conducted  between  —3°  and  +40°, 
and  were  expressed  (taking  the  volume  at  4°  as  unity)  by  the 
formula  S/=So  +  ai— &«'  +  <?«' -d«*.  By  the  method  of  least 
squares  the  constants  were:  8,,= 999887,  0  =  60*932,  6  = 
8-4236,  c=00580,  and  d =0-0001207,  on  multiplying  by  10*. 
Temperatures  below  zero  appear  for  the  first  time  in  Stamp- 
for's  researches.  For  —3  he  gives  the  volume  1*000373  ; 
and  since  the  difference  of  the  volumes  at  —3°  and  —5° 
equals  0-000275,  I  have  introduced  the  number  1-000648  for 
—5°.  Tlie  coefficient  of  expansion  for  brass  given  by 
Stampfer  is  too  large,  and  hence  the  volumes  exceed  the  true 
values. 

4.  Despretz  {Ann.  de  Cheinie  et  de  Phys.  t.  70.  pp.  23, 
47),  in  Paris,  1837.  His  determinations  made  at  temperatures 
from  —9®  to  +15^  had  chiefly  in  view  the  study  of  the 
densities  near  0^  Despretz  made  but  few  determinations  for 
temperatures  from  20^  to  100°,  and  only  gave  them  to 
hundred-thousandths.  But  even  these  must  be  considered 
as  among  the  most  trustworthy  up  to  the  present  date.  The 
coefficient  of  expansion  of  glass  was  only  determined  for  a 
portion  of  the  dilatometers  by  means  of  mercury  with  Dulong 
and  Petit's  figures.  From  0°  to  28°,  for  glass,  A =0*0000255, 
and  from  0°  to  100%  was  equal  to  0-0000258.  For  a  long  time 
Despretz's  figures  w^ere  in  general  use ;  and  if  they  have  been 
eventually  replaced  by  more  recent  ones,  such  a  change  has 
not  really  any   firm   foundation.      Generally  speaking,  our 
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information  respecting  the  expansion  of  water  from  — 10**  to 
100®  has  hardly  made  any  progress  since  Despretz's  determi- 
nations, as  regards  their  trustworthiness. 

5.  Pierre,  in  1847,  published  a  series  of  volumetrio-therroo- 
metric  determinations  for  the  expansion  of  water,  but  did  not 
calculate  the  ultimate  figures.  A  complete  calculation  of 
Pierre's  results  from  —10°  to  100°  was  subsequently  made 
by  Frankenheim  (Pogg,  Ann.  1852,  Ixxxvi.  p.  463),  whose 
figures  are  given  in  the  table. 

6.  Kopp  (Pogg.  Ann.  Ixxii.  p.  1),  in  1874,  like  Pierre, 
measured  the  expansion  of  many  definite  liquids,  and  amongst 
them  of  water,  cniefly  i^dth  a  view  to  compare  the  expansion 
of  liquids  up  to  their  boiling-points.  The  method  adopted 
was  a  volumetric-thermometric  one.  The  coefficient  of  expan- 
sion of  glass  was  deduced  from  mercury,  taking  Dulong  and 
Petit's  number.  The  calculations  for  the  volumes  are  given 
in  four  separate  equations  for  various  ranges  of  temperature 
from  0**  to  100^ 

7.  Plucker  and  Geissler  (Pogg.  Ann.  1852,  Ixxxvi.  p.  238) 
adopted  a  method  of  compensation,  and  were  the  first  to  take 
Regnault's  figures  for  the  expansion  of  mercury.  Into  the 
thermometrical  vessel,  whose  coefficient  of  expansion  was 
determined  by  means  of  mercury  between  O''  and  100°,  as 
much  mercury  was  poured  as  was  necessary  to  compensate 
the  expansion  of  the  vessel,  and  hence  the  quantity  of  water 
subsequently  introduced  was  considered  to  expand  in  a  space 
whose  volume  remained  unaffected  by  a  rise  of  temperature. 
In  these  determinations  too  much  mercury  was  taken,  so  that 
the  apparent  expansion  of  the  water  contains  a  certain  excess 
(as  Miller  observed  in  1856) ;  secondly,  the  mean  coefficient 
of  expansion  of  mercury  between  0°  and  100°  was  taken  to  be 
the  same  as  between  —5°  and  +15°,  which  is  evidently 
inaccurate  (the  true  expansion  of  mercury  between  —5°  and 
+ 15°  being  still  unknown,  for  Regnault's  determinations  start 
at  higher  temperatures)  ;  and  thirdly,  the  coefficient  of  expan- 
sion of  the  envelope  between  —5°  and  +15°  is  presumed  to 
be  equal  to  the  mean  coefficient  of  expansion  between  0°  and 
100°,  which  is  also  inadmissible.  But  apart  from  these  points, 
which  are  common  to  the  determinations  of  other  observers, 
the  results  given  by  Pliicker  and  Geissler  are  distinguished 
for  their  remarkable  accuracj',  which  shows  that  the  method 
adopted  by  them  is  capable  of  giving  admirable  results,  were 
the  data  of  the  expansion  of  mercury  and  glass  fully  known. 
These  investigators  expressed  the  results  of  their  determina- 
tions graphically  by  a  very  well-proportioned  curve,  although 
for  only  a  small  i-ange  of  temperature  not  far  distant  from  0°. 
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8.  Hagen  {Abhandlungen  d.  Akad,  zu  Berlin^  1855,  Math. 
Abth.  p.  1),  adopting  a  hydrostatic  method,  made  o^ie  series 
of  determinations  of  the  expansion  of  water,  which  is  remark- 
able for  its  completeness.  As  has  been  already  mentioned,  he 
employed  his  own  determinations  of  the  linear  expansion  of 
glass  and  expressed  its  cubic  expansion  by  1  +  0*00002754  <,  for 
the  material  he  employed.  Hagen  evidently  injured  the 
accuracy  of  his  results  by  taking  the  expansion  of  glass  as 
constant,  although  he  paid  due  attention  to  determining  the 
temperatures  and  weights  with  the  greatest  possible  precision. 
Hagen  expressed  his  detennination  for  ^,  from  0°  to  lOO"",  by  a 
formula  which  may  be  represented  thus  : 

S/=1-T«(A+BT^-V; 
here  T=^— 3'87.  A  and  B  are  two  constants,  and  the  index 
1*6  (or  the  power  of  T)  was  found  by  a  series  of  attempts  to 
express  the  entire  phenomenon  of  the  expansion  of  water 
from  0°  to  100°  in  the  simplest  form.  I  may  here  mention 
that  on  applying  this  formula  to  the  aggregate  of  the  existing 
data,  and  by  changing  the  values  of  A  and  B,  I  became  con- 
vinced of  the  impossibility  of  its  satisfying  with  sufficient 
accuracy  the  data  already  known  respecting  the  expansion  of 
water  between  —10°  and  200°.  Moreover,  it  should  be 
observed  that  Hagen  himself  considers  his  figures  as  being 
nearer  the  truth  for  the  lower  than  for  the  higher  values 
of  f,  which  fact  is  proved  by  a  comparison  with  the  results 
given  by  formula  No.  1. 

9  &  10.  Jolly  and  Henrici  {Sitzgsh.  d,  Akad.  MUnchen^  1864, 
i.  p.  160),  being  desirous  of  verifying  the  existing  data  for 
the  expansion  of  water  at  temperatures  above  30°,  made  a 
series  of  determinations  by  a  volumetric-thermometric  method 
(Jolly),  and  by  weighing  a  known  volume  of  water  (Henrici). 
The  temperatures  were  determined  by  thermometers  com- 
pared witn  the  air  thermometer,  and  the  coefficient  of  expan- 
sion of  glass  by  the  true  coefficient  of  expansion  of  mercury 
as  given  by  Kegnault.  The  number  of  observations  made 
below  30°  was  limited.  Differences  occur  in  the  separate 
determinations  of  both  observers  to  the  extent  of  several  ten 
thousandths. 

11.  Matthiessen  (Journ.  of  the  Chem.  Soc.  1865,  Pogg. 
Ann.  cxxviii.  p.  512),  by  applying  methods  similar  to  those 
used  by  Hallstrom  and  flagen,  obtained  results  which  differed 
considerably  from  theirs,  which  shows  that  hydrostatic 
weighing  and  especially  the  determination  of  the  linear  ex- 
pansion of  glass  do  not  afford  that  degree  of  accuracy  which 
IS  generally  expected  from  them.     Moreover,  the  results  of 
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the  different  series  of  observations  often  present  differences  to 
the  amounts  of  ten-thousandths. 

12.  Weidner  (Fogg.  Ann,  1866,  cxxix.  p.  300)  applied  the 
volumetric-thermometric  method  for  the  determination  of  the 
expansion  of  water  between  0°  and  —10^.  He  determined 
the  coefficient  of  expansion  of  glass,  by  means  of  mercury, 
between  0°  and  90°  for  vessels  blown  out  of  the  same  glass, 
and  obtained  very  discordant  results  from  two  determinations, 
viz.  0-00002625  and  0-00002424.  He  only  adopted  the  former, 
but  this  gave  larger  volumes  than  found  by  other  observers, 
which  is  especially  apparent  at  0°. 

13.  Rosetti  (Fogg.  Ann.  Erganz.  Band,  v.  p.  265),  in 
1869,  published  a  fresL  series  of  determinations  for  the  density 
of  water,  which  were  made  by  a  combination  of  the  volumetric 
and  gravimetric  methods.  He  determined  the  coefficient  of 
expansion  of  glass  according  to  Regnault's  data,  and  found  it 
to  increase  with  a  rise  of  temperature.  His  observations  were 
expressed  by  a  formula  of  the  form  : 

V,=  l  +  a(«-4)'-J(«-4j2-6  4.c(e-<4)', 

or  else  in  a  formula  where  the  last  term  (f — 4)  is  not  raised 
to  the  cube,  but  to  the  3*2  power.  In  its  latter  form, 
Bosetti's  formula  recalls  that  given  by  Hagen. 

The  figures  given  in  Table  I.  are  taken  direct  from  the  final 
results  of  the  different  observers,  and  without  doubt  contain 
some  errors  which  in  course  of  time  will  be  capable  of  correc- 
tion, so  as  to  render  the  values  for  the  volumes  of  water  more 
accurate.  Such  corrections,  or  a  revision  of  the  mean  of 
equally  trustworthy  determinations,  have  been  undertaken 
more  than  once,  and  the  results  thus  obtained  are  brought 
together  in  Table  II.  Although  I  consider  it  right  to  cite 
these  results,  and  even  myself  proposed,  in  1884,  a  similar 
revision  for  corrected  averages,  yet  at  the  present  moment, 
after  having  studied  the  subject  more  closely  and  recognizing 
the  insufficiency  of  many  of  the  corrections,  1  do  not  think  it 
necessary  to  dwell  especially  upon  this  question,  as,  in  the 
absence  of  new  determinations,  notably  for  the  expansion  of 
mercury  and  glass,  it  is  impossible  to  hope  to  add  to  the 
trust  worthiness  of  what  is  already  known. 

In  Table  II.,  in  the  first  line.  Biotas  figures  are  given 
for  their  historical  interest.  He  calculated  them  from  an 
aggregate  of  the  data  extant  at  the  beginning  of  the  present 
century.  I  cite  them  from  Gehler's  Fhysik.  Wbrterbuch  (1825, 
i.  p.  616). 

The  foUowing  line  is  occupied  by  the  figures  calculated  by 
Hallstrom  in  1835  (Pogg.  Ann,  xxxiv.  p.  24),  when  he  became 
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acquainted  with  Mancke's  and  Stainpfer's  results.  But  his 
results  were  but  little  known,  since  Despretz's  figures  (see 
Table  I.)  were  published  shortly  after  and  attracted  general 
attention.  The  same  remark  applies  to  Kopp  and  Pierre's 
figures,  published  ten  years  later. 

Miller  (Phil.  Trans.  1856,  p.  146),  when  establishing  the 
relation  of  the  English  pound  to  other  units  of  weight, 
examined  the  existing  data  for  the  density  of  water,  and 
having  corrected  them  for  the  expansion  of  mercury,  he 
compiled  them  into  a  very  simple  formula,  according  to  which 
the  logarithm  to  seven  places  of  the  volume  (reckoning  unity 
at  3°-945),  equals 

32-72(f-3-945)2-0-215(«-3-945)\ 

and  his  tables  (from  0°  to  25°)  were  long  used  by  many 
investigators.  He  took  Despretz's,  Pierre's,  and  Kopp's  data 
as  a  basis  for  his  calculations. 

Rosetti^  taking  Despretz's,  Kopp's,  Hagen's,  and  Matthies- 
sen's,  in  addition  to  his  own  determinations,  calculated  the 
mean  regulated  values,  which  are  frequently  made  use  of  at 
thepresent  time. 

Volkmann  (Wied.  Annoden,  1881,  xiv.  p.  277),  adopting 
Levy's  determination  (1881)  for  the  expansion  of  mercury 
(viz.  0018207  from  0°  to  100°),  recalculated  the  determina- 
tions made  by  Kopp,  Pierre,  and  Jolly,  embracing  Hagen's 
and  Matthiessen's  data,  and  rejecting  those  figures  which  he 
regarded  as  being  very  incorrect,  and  took  an  average  of  all, 
without,  however,  subjecting  them  to  any  regularization  and 
preferring  to  remain  as  near  as  possible  to  the  empirical 
results. 

MendeleefiP  (*  Messenger  of  Commerce,'  1884,  and  separate 
work,  *  The  Investigation  of  Aqueous  Solutions  according  to 
their  Specific  Gravity,'  1887,  p.  42),  in  studying  (1880-84) 
the  existing  data  concerning  solutions,  made  a  calculation 
similar  to  Yolkmann's,  taking  as  a  basis  the  expansion  of 
mercury  from  0°  to  lOO''  as  equal  to  0*00018210  ±0-0000007, 
which  he  deduced  in  1875  from  Regnault's  determinations ; 
and,  taking  into  consideration  all  the  figures  given  by  Des- 
pretz,  Kopp,  PlUcker  and  Geissler,  Hagen,  Jolly,  Henrici, 
Weidner,  Matthiessen,  Hirn  and  Rosetti,  he  calculated  the 
averages,  which  are  given  in  the  table.  The  figures  are, 
however,  only  given  to  hundred-thousandths  of  the  density, 
without  being  referred  to  the  hydrogen  thermometer,  and  in 
the  calculation  for  20°  a  mistake  occurred,  so  that  this 
number  is  not  included. 

During  the  current  year,  Admiral  Makarofif  (Journal  of 
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the  Russian  Physico-Chemical  Society,  1891,  Physical  Section, 
p.  30),  in  elaborating  the  vast  material  collected  by  hira  during 
his  voyages  round  the  globe,  relative  to  determinations  of  the 
density  of  sea-water,  deduced  a  formula  which  expresses  the 
expansion  of  water  between  —5°  and  +  35°,  employing  the 
compilations  of  his  predecessors,  and  amongst  others  of  Herr, 
made  for  the  International  Metrical  Commission. 

To  these  compilatory  data  I  subjoin  (a)  the  arithmetical 

dV 

mean  of  all  the  data  of  Table  I.;  (b)  the  value  of  --z  ,  i.  e.  the 

increment  of  the  volume  corresponding  to  an  increment  of 

temperature  of  one  degree  ;  (c)  the  value  of  —  ,  or  the  incre- 

dp 

ment  of  volume  corresponding  to  an  increment  of  pressure 

of  one  atm.    (this  =:fi^^);  and  lastly  (d)  the  value  of  the 

possible  error  in  contemporary  determinations  of  the  volumes 

of  water.      The  numbers  in  this  line  were  deduced  on  the 

basis  of  the  following  considerations  : — 

(1)  Since  it  is  conditionally  received  that  the  volume  at  4? 
equals  unity  (or  10®,  according  to  the  notation  adopted  in  this 
table),  it  follows  that  at  4?  the  error  will  be  zero,  and  we  may 
grant  that  all  the  errors  are  proportional  to  the  difference 

(2)  Since  the  existing  data  are,  for  the  most  part,  referred 
to  readings  of  the  mercury  thermometer,  they  must  contain 
that  error  which  these  readings  include  if  we  suppose  them 
corrected  in  every  other  respect.  The  minimum  of  this  error 
for  the  best  thermometers  of  hard  glass  is  given  above,  but  I 
do  not  think  it  necessary  to  add  this  error  to  the  sum  of 
possible  errors,  because,  in  the  first  place,  it  can  now  be  to  a 
great  extent  corrected,  and,  in  the  second  place,  with  different 
thermometers  the  amount  of  this  error  must  present  a  certain 
unavoidable  variability,  whose  value  cannot  possibly  be  now 
determined. 

(3)  In  the  determination  of  temperatures,  the  observers 
have  up  till  now  been  satisfied  with  nundredths  of  a  degree, 
and  frequently  even  tenths,  so  that,  generally  speakings  the 
error  for  temperatures  may  be  taken  as  ±0°*05.  However, 
for  temperatures  below  zero,  where  there  are  fewer  observa- 
tions and  these  more  difficult,  the  amount  of  this  error  must 

'  *  Although  perhaps  the  maximum  density  is  not  exactlv  at  4°,  still  it 
undoubtedly  lies  between  8^*5  and  4°'5;  and  within  this  range  the 
volumes  of  water  vary  so  little,  that  practically,  within  the  limit  of 
existing  errors,  this  density  may  be  presimied  to  be  situated  at  4°,  all  the 
more  so,  as  all  later  investigators  give  it  a  temperature  very  near  4^,  for 
instance  Hagen  S^'-dd,  Kosetti  4'''07,  Eopp  40-08,  &c. 
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be  increased;  and  thus  for  -10'',  I  take  it  as  ±0-1,  for  +  20° 

dv 
and  100°  as   +0-05.      By  multiplying  these  values  by  ^ 

we  get,  for  -10°  ±26,  and  for  20°  ±10,  and  for  100°  ±39 
millionths  of  the  volume. 

(4)  The  foregoing  examination  of  the  points  generally 
taken  as  granted  in  determining  the  coeflScient  of  expansion 
of  glass,  leads  to  the  conclusion  that  the  error  in  the  volume 
of  the  vessel  will  attain  at  least  ±0*000001,  which  intro- 
duces a  possible  error  in  the  volumes  of  water  of  as  much  as 
±(i— 4)  millionths  of  the  volume,  because  the  coeflScient  of 
expansion  of  the  vessel  enters  into  the  value  of  the  volume  of 
water  after  being  multiplied  by  the  number  of  degrees. 

(5)  Inasmuch  as,  up  to  the  present,  no  corrections  have  been 
made  for  an  alteration  in  the  volume  of  water  due  to  a  change 
of  atmospheric  pressure,  and  since  these  differences  of  pressure 
at  various  seasons  of  the  year  and  in  different  localities  may 
amount  to  j^th  of  an  atmosphere,  I  hold  it  necessary  to  add 
a  possible  error  of  ±4  millionths  of  the  volume  to  the  differ- 
ences of  individual  observers,  for  the  reason  indicated,  and 
equal  to  /i  0*1. 

(6)  Judging  from  the  description  of  the  methods  of  in- 
vestigation and  from  a  comparison  of  individual  observations, 
we  must  recognize  the  existence  of  errors  amounting  to  ten- 
thousandths  of  a  volume  in  the  determination  of  volumes  and 
weights  at  different  temperatures.  But  the  greater  portion 
of  possible  errors  of  this  category  disappear  in  the  majority 
of  cases,  when  the  final  results  are  calculated  out  (often  by 
the  method  of  least  squares).  I  therefore  estimate  such  an 
incidental  error  as  not  exceeding  ±  5  millionths  of  the  volume 
in  the  best  extant  determinations. 

(7)  The  sum  of  the  errors  enumerated  above,  which  have 
been  taken  at  the  lowest  possible  computation,  is  equal  to 
±49  for  -10°,  ±35  for  +20°,  and  ±144  for  100°,  taking 
the  volume  at  4°  as  equal  to  10*.  Supposing  the  errors  pro- 
portional to  ^—4,  we  have,  in  virtue  of  the  above  figures;  the 
following  equation : 

Possible  error  =  ±  («-4)  (3-0-0'0469^ +  0-00032  <«). 

The  values  corresponding  to  this  equation  are  given  under 
heading  {d)  in  Table  II. 

Since  the  constants  A,  B,  and  C,  in  formula  No.  1  are 
calculated  from  existing  data,  which  contain,  at  the  very  least , 
the  above-mentioned  errors,  so  these  errors  may  also  occur  in 
the  values  given  by  this  formula.  However,  the  best  experi- 
mental results  differ  from  the  numbers  given  by  the  formula 
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in  a  much  less  degree,  as  is  seen  from  the  comparison  of  the 
volumes  thus  obtained  (last  line  of  Table  II.). 

In  Table  III.  are  cited  the  results  given  by  formula  No.  1, 
which  is  here  given  in  the  form  in  which  I  employed  it  for 
calculation  : 

^'"^   1000^(0  J 


where 
and 


1000t^(0  =  1-90(94'10  +  0  (703-51-0> 


(^«=128-78  +  1-158  <-0-0019 1^. 
These  figures  refer  to   the   density  of  water  S^,  which  is 
inversely  proportional  to  the  volumes,  i.e.  S^V^  =1.     The 
density  at  4°  is  taken  equal  to  unity. 

In  calculating  this  formula,  averages  were  taken  of  the 
determinations  of  raanv  investigators  (Despretz,  Kopp,  Jolly, 
Rosetti,  Hagen,  and  Matthiessen),  and  those  of  some  of  them 
(of  the  first  four  observers)  were  corrected  for  the  expansion 
of  mercury,  adopting  the  value  0*01821  as  its  variation  in 
volume  between  0°  and  100°;  but  no  correction  was  made  for 
the  variation  of  the  coefficient  of  expansion  (mercury  and 
solids)  with  a  variation  of  temperature,  nor  for  the  readings 
of  the  mercury  thermometer  as  referred  to  the  hydrogen-scale 
(since  such  corrections  cannot  be  considered  as  uniform  or 
sufficiently  investigated  at  present).  The  figures,  therefore, 
obtained  by  the  formula  may  contain  the  same  errors  as 
commonlv  occur  in  the  existing  determinations,  and  for  this 
reason  I  have  indicated  the  possible  errors  in  the  density  in 
this  table.  For  temperatures  below  lOO'',  they  are  found 
from  the  errors  in  the  volumes  given  in  Table  II.,  on  the 

ground  that  dS=^  ;    for  higher  temperatures  than  100° 

they  are  derived  from  the  considerations  set  forth  in  examin- 
ing the  influence  of  pressure  (see  anJti!).  But  although  the 
figures  given  by  the  formula  may  contain  errors  to  the  amount 
indicated,  still  it  is  unlikely  that  they  attain,  for  ordinary 
temperatures  (0®  to  40°),  J  or  J  of  the  value  given,  since  the 
difference  between  the  results  given  by  experiments  and  the 
formula  is  much  less,  between  0°  and  40°,  than  the  amount 
of  the  possible  errors.  Thus,  for  instance,  for  15°  we  obtain 
a  density  0*999152  or  a  volume  100849,  which  differs  from 
the  mean  results  of  Volkmann,  Rosetti  (Table  II.) ,  Jolly,  and 
Hagen  by  less  than  ^  of  the  error,  which  is  admissible  in  the 
existing  data  on  the  grounds  stated  above.  Such  being  the 
case  we  may  take  the  results  given  by  the  formula  between 
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0°  and  40°  to  be  very  probable.  We  have  already  seen  the 
remarkable  concurrence  of  the  formula  with  Him  s  data  for 
temperatures  above  100^;  so  that  from  both  sides — for  the 
lowest  and  the  highest  temperatures — the  applicability  of  the 
formula  to  the  reality  is  quite  likely^  and  the  results  given  by 
it  are  not  less  trustworthy  than  the  averages  deduced  from 
experiments. 

With  respect  to  temperatures  between  40®  and  100°,  the 
evidence  of  investigators  is  more  conflicting  than  could  be 
desired,  and  than  is  called  for  by  the  value  of  the  possible 
errors  given  in  Table  II.  For  instance,  at  70°  the  difference 
of  the  volumes  observed  by  Jolly  and  Matthiessen  amounts  to 
204  millionths,  and  the  volumes  observed  by  Kopp  and  Pierre 
differ  by  687  millionths,  whereas  the  possible  error  at  70° 
given  in  Table  II.  only  amounts  to  ±85  millionths.  But  the 
volume  at  70°  given  by  the  formula  (1022549)  differs  from 
the  general  average  (1022513)  by  only  36  millionths,  and 
from  Rosetti's  experimental  result  (1022529)  by  only  30 
millionths,  and  occupies  a  position  among  the  results  given  by 
Jolly,  Matthiessen,  Kopp,  Pierre,  Hagen,  and  Despretz :  it  is, 
therefore,  more  probable  than  the  figures  of  any  one  of  these 
observers,  and  even  more  likely  to  be  true  than  the  average 
result,  for  the  very  reason  that  the  formula  satisfies  alike  the 
data  for  70°  and  for  higher  and  lower  temperatures.  In 
other  words  the  figure  shown  by  the  formula  for,  say  70°,  is 
confirmed  not  only  by  experiments  made  at  70°,  but  also  by 
determinations  at  0°  or  at  200°. 

Besides  the  specific  gravity,  calculated  by  the  formula  and 
given  in  the  second  column,  and  the  measure  of  the  errors, 
which  probably  will  not  be  exceeded  in  more  accurate  fresh 
determinations,  Table  III.  contains  the  following  quantities: — 

(a)  The  differential  coefficient  t:  found  from  the  formula. 

at 

The  values  of  this  differential  coefficient  are  not  only  useful 
practically  in  calculating  results  for  intermediate  temperatures, 
they  not  only  demonstrate  the  mode  of  variation  of  the  density 
of  water,  but  they  also  present,  in  my  opinion,  a  great  theo- 
retical interest,  because  natural  phenomena,  in  their  oifferential 
expression,  always  become  simplified  and  easier  to  study.  It 
appears  to  me  to  be  highly  instructive  that  the  differential 

coefficient  -r  for  lower  temperatures  gives  a  line  of  considerable 

curvature,  but  for  higher  temperatures  asvmptotically  ap- 
proaches a  straight  line,  which  circumstance  1  propose  to  take 
advantage  of  hereafter,  for  certain  deductions  relative  to  the 
expansion  of  aqueous  solutions  and  of  various  other  liquids. 

(6)  The  differential  coefficient^*,  or  the  variation  of  the 
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density  of  water  with  an  increase  of  pressure  equal  to  one 
atm.  The  numbers  in  this  column  are  calculated  oy  formula 
No.  7,  and  only  represent  a  first  rough  approximation  on 
this  subject;  and  none  at  all  for  temperatures  above  100^. 
Nevertheless  I  considered  it  useful  to  cite  these  figures  in 
order  to  point  to  the  necessity,  when  making  accurate  deter- 
minations of  the  variation  of  the  density  of  water,  of  paying 
attention  to  the  pressures  at  which  these  determinations  are 

made.  If  ^^  be  given,  then  ^  will  be  found  by  multiplying 
by  S,. 

(c)  The  values  of  ^{t)  or  ^^  ^  ^  1000,  because  these  num- 
bers, as  explained  above,  served  chiefly  in  deciding  the  pro- 
posed formula  for  expressing  the  expansion  of  water. 

Table  III. 
The  Variation  of  the  Specific  Gravity  of  Water  S^  from  -10° 
to  +200°,  taking  S^=l  at  4°,  according  to  the  formula 

'  1000^  (// 

where  <^(0  =  l-9  (94-1 +0(703-5-0  at  a  pressure  of  1  atm. 


^C. 

Calculated 
specific 
grajity, 

Possible  error  of 
eiisting  deter- 
minations   in 
millioDthfl. 

Pressure 

Difi*erential 

Coefficient 

dajdtyet 

degree  Celsius 

in  millionths. 

Temperature 

Coefficient 

daldp^T 

atmosphere  in 

millionths. 

Value 

of 
0(0. 

Volume, 

-10 
-  5 

0 
+  5 
10 
15 
20 
25 
30 

40 
60 
60 
70 
80 
90 
100 

120 
140 
160 
180 
200 

0-998281 
0-999325 

0-999873 
0-999992 
0-999738 
0-999152 
0 -998279 
0-997128 
0-995743 

0*992334 
0-988174 
0-983356 
0-977948 
0-971996 
0-965537 
0-958595 

0-943314 
0-926211 
0-907263 
0-886393 
0-863473 

±49 
29 

12 
3 
16 
26 
36 
43 
49 

63 
66 
72 
80 
92 
109 
133 

600 
650 
700 
760 
800 

+  264 
+  167 

+    66 

-  16 

-  86 

-  148 

-  203 

-  264 

-  299 

-  380 

-  460 

-  612 

-  669 

-  621 

-  670 

-  718 

-  810 

-  901 

-  996 
-1093 
-1200 

+64 
+62 

+60 
+48 
+47 
+46 
+46 
+44 
+43 

+41 
+40 
+39 
+39 
+40 
+41 
+42 

+43 
+48 
+65 
+64 
+73 

114-01 
119-94 

125-78 
131-62 
13717 
14272 
148-18 
15354 
158-81 

169-06 
178-93 
188-42 
197-53 
206-26 
214-61 
222-58 

237-38 
250-66 
262-42 
272-66 

281-38 

1-001722 
1-000676 

1-000127 
1-000008 
1-000262 
1-000849 
1-001731 
1*002880 
1-004276 

1-007725 
1-011967 
1-016926 
1022649 
1028811 
1'035692 
1-043194 

1-060093 
1'079667 
1-102216 
1-128167 
1-168114 

K2 
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(d)  In  the  last  column  the  volumes  of  water,  taking  that 
at  4°  as  unity,  are  given.  These  volumes,  like  all  the  numbers 
deduced  from  formula  No.  1,  are  referred  to  a  pressure  of  one 
atmosphere.  In  order  to  obtain  the  volumes  at  a  pressure  of 
p  atm.,  we  must  divide  the  numbers  in  the  table  by 

just  as  was  done  previously  when  examining  Him's  figures. 

In  conclusion,  I  think  it  necessary  to  repeat  that,  whenever 
I  am  able  I  shall  endeavour  to  make  a  series  of  fresh  deter- 
minations, taking  into  consideration  all  the  necessary  conditions 
of  the  variation  of  the  density  of  water  with  a  change  of 
temperature,  because  the  sum  of  modern  information  on  this 
subject  has  been  already  amassed,  but  suppositions  have  been 
admitted  (for  example,  the  constancy  of  the  coefficient  of  ex- 
pansion of  glass  and  mercury  irrespective  of  a  change  of 
temperature,  the  absence. of  the  influence  of  pressure,  &c.), 
which  cannot  be  held  to  agree  with  our  existing  knowledge. 
And  should  fresh  determinations,  made  with  all  possible 
accuracy,  confirm  the  aspect  of  the  formula 

or  lead  to  a  more  correct  formula,  then  we  may  hope  by  its 
means  to  arrive  at  a  better  understanding  of  the  true  law  of 
the  expansion  of  aU  liquids,  and  consequently  of  gases  also. 
The  correct  idea  of  the  influence  of  heat  on  densities  and 
volumes  began  with  the  study  of  water,  and,  in  my  opinion,  we 
may  expect,  by  means  of  investigations  upon  water,  to  make 
further  progress  in  the  study  of  matter  under  the  influence 
of  a  rise  of  temperature. 
St.  Petersburg,  April  1891. 

XII.   The  Densities  of  Sulphuri<yAcid  Solutions. 
By  Spencer  Umfjreville  Pickering,  F.R.S* 

A  SHORT  time  ago  Mr.  Lupton  (Phil.  Mag.  xxxi.  p.  424) 
attempted  to  disprove  one  of  the  changes  of  curvature 
in  the  figure  representing  my  *'  first  diflerential "  of  the  den- 
sities of  sulphuric-acid  solutions  bv  bridging  it  over  by  a 
straight  line.  As,  however,  this  figure  is  evidently  curvi- 
linear, it  was  not  surprising  that  he  failed,  even  though  he 
selected  for  the  attempt  that  particular  change  which,  as  I  had 
pointed  out,  was  more  doubtful  than  any  other  (that  at  58  per 
cent.),  and  for  the  same  reason  it  is  evident  that  he  would 
*  Communicated  by  the  Author. 
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have  met  with  better  success  if  he  had  tried  to  bridge  it  over 
with  a  curve  instead  of  a  straight  line  *.  This  Prof.  Riicker 
has  recently  succeeded  in  doing  in  a  very  ingenious  manner 
(Phil.  Mag.  xxxii.  p.  304)  :  but  here,  I  venture  to  think^ 
his  success  comes  to  an  end :  for  I  believe  that  I  can  show 
that,  so  far  from  his  having  disproved  the  three  other  of  my 
breaks  over  which  his  calculations  extend,  his  arguments  do 
not  at  all  affect  one  of  them,  while  they  afford  additional 
evidence  in  favour  of  the  remaining  two  being  in  reality 
points  at  which  some  changes  occur  in  the  nature  of  thd 
solution. 

Before  giving  my  reasons  for  this  opinion,  I  must  state 
most  emphatically  that  even  the  most  successful  attempt  to 
afford  an  alternative  representation  of  a  restricted  portion  of 
the  experimental  results  can,  in  my  opinion,  do  but  little 
towards  upsetting  conclusions  which  are  founded  entirely  on 
the  cumulative  evidence  derived  from  independent  sources, 
and  for  the  establishment  of  which,  as  i  have  insisted 
repeatedly,  no  single  score  of  determinations,  nor  even  a 
whole  series  of  results  with  any  one  particular  property,  would 
have  been  suflScient.  *  Prof.  Riicker  says  that  '*  as  [my]  work 
covers  a  wide  area,  [I]  cannot  complain  if  those  who  study 
[my]  method  devote  themselves  particularly  to  some  one 
application  of  it"  (p.  304).  This  may  be  true;  but  those 
who  do  so  cannot  bring  forward  their  results  as  an  argument 
against  conclusions  which  depend  entirely  on  the  concordance 
of  independent  evidence,  and  not  on  any  one  particular  appli- 
cation. If  my  critics  could  show  that  the  same  alternative 
interpretation  which  they  suggest  in  the  one  case  that  they 
investigate  is  possible  in  every  case,  or  even  in  a  large  num- 
ber of  the  cases,  and  is  as  consistent  with  the  experimental 
data  as  mine  was,  then,  and  then  only,  would  their  argument 
be  a  weighty  one. 

That  part  of  the  cumulative  argument  for  the  existence  of 
changes  in  sulphuric-acid  solutions  at  certain  percentages, 
which  was  embodied  in  my  paper  on  the  nature  of  solutions 
(Chem.  Soc,  Trans.  1890,  p.  64),  has  already  appeared  in  the 
pages  of  this  Magazine  (xxix.  p.  427) ;  but  the  very  remarkable 
confirmation  of  my  previous  results  obtained  by  a  study  of  the 
freezing-points  of  such  solutions  made  after  the  former  paper 

*  In  a  note  in  the  '  Chemical  News '  (yoI.  Ixiv.  p.  1)  I  said  that  a 
single  curve  would  not  hridge  over  this  break  without  an  allowance  of  ten 
times  the  known  experimental  error.  This  was  wrong.  What  I  had  in 
my  mind,  and  what  I  ought  to  have  said,  was  that  a  curve  of  the  form 
used  by  Mr.  Lupton — ^a  straight  line  in  the  "  differential " — would  not  do 
0O ;  in  fact  the  error  of  '00CO87  which  I  mentioned  was  that  which  Mr, 
Lupton's  equation  gave  when  compared  with  the  experimental  points*    - 
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was  tnrittenf  and  the  absence  of  any  evidence  (except  Prof. 
Riicker's  recognition  of  the  isolation  of  the  tetrmivdrate)  that 
my  critics  have  looked  at  all  into  this  aspect  of  the  question, 
must  be  my  apology  for  again  briefly  stating  my  position. 

The  properties  originally  studied  by  me  were  tne  densities 
at  four  dinerent  temperatures  (from  which  I  calculated  the 
expansion  by  heat,  and,  in  one  case,  the  contraction  on 
mixing),  the  heat-capacitjr  from  0  to  10  per  cent.,  and  the 
heat  of  dissolution.  I  also  utilized  Eohlrausch's  experiments 
on  the  electric  conductivity. 

As  it  may  be  argued  with  some  plausibility  that  the  similar 
form  of  the  various  density-curves  would  be  likely  to  lead  to 
the  same  results  when  examined  by  a  bent  lath*,  I  have 
contented  myself  with  the  following  diagram,  marking 
(with  dots)  the  positions  of  the  changes  between  2  per  cent, 
and  98  per  cent.f  shown  by  the  densities  at  8°,  the  contrac- 
tions at  18^,  and  the  three  other  properties  above  mentioned. 
The  working  curves  in  these  cases  ^are  very  dissimilar;  yet 
the  closeness  with  which  the  dots  are  grouped  around  certain 
percentages  is  most  striking,  and  the  absence  of  stray  dots  at 
other  percentages  perhaps  even  more  so. 

Positioii  of  Breaks. 

20  40  60  80  100 


It  was  not  until  after  my  examination  of  the  curves  was 
near  completion  that  I  calculated  the  corresponding  molecular 
compositions}.  I  then  discovered  that  their  percentages 
corresponded  to  hydrates  of  very  simple  formula,  whose  exact 
percentages  are  marked  by  crosses  on  the  diagram.  Now, 
considering  that  the  various  properties  were  quite  independ- 
ently examined,  I  ventured  to  think  that  the  coincidences 
afforded  overwhelming  evidence  of  some  real  changes  in  the 

*  I  do  not  myself  attach  much  weight  to  this  argument,  as  the  similarity 
IS  to  a  considerable  extent  superficial.  The  admission  of  all  the  density- 
results  would  of  course  strengthen  my  argument. 

t  The  changes  which  occur  at  the  extreme  percentages  cannot  be 
satisfactorily  exhibited  on  a  smaU  scale,  but  they  entirely  confirm  the 
conclusions  drawn  from  the  others. 

X  I  was  previously  acquainted  with  the  percentage  composition  of  the 
monohydrate  only. 
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solutions  at  the  points  indicated,  and  strong  evidence  that 
their  occurrence  had  an  intimate  connexion  with  the  existence 
of  a  corresponding  hydrate.  Wishing,  however,  to  make 
assurance  doubly  sure  I  carried  out,  after  my  first  paper  was 
vrritten^  a  series  of  experiments  on  tfie  freezing-points.  The 
isolation  of  the  tetrahydrate,  whose  percentage  corresponds  to 
one  of  the  most  feebly  marked  of  the  changes  which  I  had 
previously  discovered,  amply  justified  my  view  of  their  con- 
nexion with  hydrates  ;  but  the  entire  agreement  of  the  minor 
changes,  marked  Q  on  the  diagram,  with  those  previously 
found  was  perhaps  even  more  satisfactory.  Of  the  thirteen 
changes  previously  found  to  exist  between  2  and  98  per  cent, 
nine  were  confirmed,  while  as  regards  the  others,  which  were 
situated  in  regions  of  very  low  freezing-point,  data  were  either 
insufficient  or  entirely  lacking. 

Remembering  that  the  results  set  out  above  were  obtained 
by  the  application  of  the  same  method  and  the  same  form  of 
curves  to  figures  which  in  the  majority  of  cases  differed 
entirely  from  one  another  in  general  form,  the  question  arises 
as  to  how  such  concordance  could  have  been  obtained.  K  we 
refuse  to  conclude  that  the  results  are  due  to  some  property 
possessed  by  all  the  figures  in  common  of  exhibiting  changes 
of  some  sort  at  these  points,  we  are  driven,  I  think,  to  explain 
it  in  one  of  the  three  following  ways  : —  (1)  That  I  knowingly 
"  cooked ''  my  results — an  explanation  which  has  not  yet 
been  offered  ;  (2)  that  I  did  so  unconsciously  ;  which  would 
seem  to  be  quite  impossible,  owing  to  the  properties  studied 
being,  entirely  different,  and  to  my  having  obtained  the 
same  results  with  every  different  form  of  plotting  and  on 
every  different  scale*;  or  (3)  (which  is  obviously  absurd) 
*  I  may  mention  a  very  stroDg  proof  of  how  independent  my  results  are 
of  any  unconscious  ''  cooking/'  and  of  the  particular  form  in  which  the 
data  are  presented  for  examination.  I  received  a  short  time  ago  from  my 
friend  Mr.  Hayes  a  series  of  numbers  which  I  took  to  be  what  I  was  at 
the  time  expecting  from  him — namely,  a  set  of  imaginary  experimeots 
eonatructed  from  equations,  with  a  view  to  seeing  whether  I  would  find  out 
the  points  at  which  the  equation  had  been  changed.  After  sending  him 
the  results  of  my  examination,  I  learnt  that  the  values  sent  were  my  own 
experimental  results  for  tlie  densities  at  18^  from  05  to  19  per  cent., 
metamorphosed  beyond  reco^ition,  and  I  also  learnt  that  1  nad  coiv 
rectly  located  the  breaks  which  I  had  mentioned  in  my  published  work. 
The  results  were 

against  93-6, 84-5,  78-0,  72-8,  58,  51-0,  and  29-5  per  cent,  for- 

merly given. 
The  values  which  Mr.  Hayes  sent  to  me  were  a: =1260  (100— />),  and 

y=lO*.-^ .  ~  (j>  z=  percentage,  and  s  =:  density). 

The  data  for  finding  the  first  of  these  breaks  were  more  meagre  than 
they  should  have  been,  and  a  note  was  made  by  me  that  its  position  might 
be  at  a  percentage  higher  than  92. 
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that  the  arrangement  of  points  exhibited  by  the  diagrams  is 
purely  accidental. 

Setting  aside  for  a  moment  the  concordance  of  independent 
results,  and  thus  ignoring  the  main  grounds  of  my  conclusions, 
let  us  see  what  Prof.  Biicker's  results  do  towards  disproving 
my  opinions  in  the  one  particular  case  which  he  investigates. 

I  may  as  well  state  at  once  that  I  consider  Prof.  Riicker's 
equation  to  agree  with  the  experimental  results  just  as  satis- 
factorily as  my  own  drawings  do,  and  more  satisfactorily 
perhaps  than  he  asserts ;  for  i  have  recently  revised  my  esti- 
mate of  the  experimental  error,  and  obtain  a  value  for  it 
somewhat  larger  than  I  previously  did.  From  all  my  deter- 
minations done  in  duplicate  with  water  I  get  '000012  ('0003 
gram  on  the  25  cubic  centim.  taken)  as  uie  mean  error  of  a 
single  observation,  and,  by  a  graphic  method,  described  by  me 
in  the  Ber.  d,  deutsch.  chem.  GeseL  (xxiv.  p.  3332),  applied  to 
the  results  with  sulphuric  acid  itself,  1  get  '000011.  This 
agrees  perfectly  with  my  original  drawing,  which  attributed 
an  apparent  error  of  '000013  to  the  experimental  points  (due 
allowance  being  made,  of  course,  for  tne  fact  that  these  were 
"  diflferential "  points,  of  which  the  error  would  be  sometimes 
greater  and  sometimes  less  than  that  of  a  single  determination, 
according  to  the  magnitude  of  the  actual  differences  taken), 
and  equally  well  with  Prof.  Riicker's  equation,  which  gives 
•000012. 

Now,  as  is  well  known,  any  figure,  however  complicated, 
may  be  expressed  by  an  equation,  within  any  assigned  limits 
of  accuracy,  even  of  the  simple  form  y=ia  +  bx  +  caf. . . + guf^^ 
provided  a  sufficient  number  of  terms  be  introduced  into  it, 
and  this  is  true  even  if  the  available  points  form  in  reality 
two  distinct  parabolas  or  other  curves.  This  Prof.  Rucker 
himself  points  out  to  be  the  case  (p.  305)  ;  so  that  the  mere 
fitting  on  of  an  equation  is  no  proof  of  continuity.  The  task 
of  finding  an  equation  to  fit  fairly  well  on  to  a  figure  made 
up  of  such  independent  curves  is  naturally  more  simple  when 
these  curves  meet  almost  "  end  on,"  if  I  may  use  such  an 
expression,  and  show  no  changes  of  so  marked  a  character  as 
to  be  correctly  described  as  violent  and  sudden,  or  as  present- 
ing any  "  awkward  corners/'  Such  is  the  nature  of  that 
portion  of  my  density-differential  curve  selected  by  Prof. 
RUcker  for  examination  ;  the  changes  of  curvature  which  I 
suppose  it  exhibits  are,  as  he  admits,  "  minor  changes,"  and 
by  no  means  so  clearly  indicated  as  some  of  those  in  other 
parts  of  the  figure  ;  and  in  such  a  figure  it  would  evidently 
DC  possible,  by  taking  mean  points  between  each  pair  of  expe- 
rimental points,  to  get  an  equation,  even  of  the  simple  para- 
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bolic  form,  with  seven  constants,  to  agree  very  closely  indeed 
with  fourteen  of  the  points  ;  and  the  nnmher  of  points  with 
which  an  equation  conld  be  made  to  coincide  might  be  further 
increased  considerably  by  the  fact  that  eight  of  the  points  lie 
very  nearly  on  a  single  straight  line.  W  hen  to  these  con- 
siderations we  add  that  of  an  operator  of  the  highest  skill  and 
ingenuity,  it  would  indeed  be  remarkable  if  rrof.  Riicker's 
seven-constant  equation  did  not  show  a  very  close  agreement 
with  the  twenty  experimental  points  investigated.  I  say 
twenty  points  advisedly,  for  of  the  twenty-four  points  inserted 
by  Prof.  Bucker,  four  (those  at  80*04, 79-12, 65-12,  and  57-94 
per  cent.)  are  deduced  from  determinations  (by  taking  alter- 
nate experiments)  which  have  already  been  used  to  their  full 
extent  in  supplying  the  other  points  given  in  his  tables. 

But  Prof.  Kiicker  has  not  confined  nimself  to  the  use  of  the 
parabola  or  any  other  simple  equation,  but  has  used  an  equa- 
tion of  a  complex  and  highly  artificial  form,  for  which,  I 
believe,  there  is  no  precedent,  and  for  which,  as  an  expression 
of  physical  facts,  there  would  seem  to  be  (I  speak  under  cor- 
rection) no  probability  whatever.  Prof.  Bucker  first  finds  an 
equation  (a  combination  of  an  exponential  curve  with  a  straight 
line)  y=a  +  6^— cd»,  which  agrees  well  with  two  or  three  ex- 
perimental points  between  47  and  51  per  cent.,  and  again  with 
those  between  72  and  80*5  per  cent,  these  two  portions  con- 
stituting together  but  ^o^^^  ^^  ^'^  total  length  of  the  figure. 
For  all  solutions  weaker  than  47,  and  stronger  than  80-5  per 
cent,  there  is  no  semblance  of  an  agreement;  and  the  whole  of 
the  middle  portion  of  the  curve  between  51  and  72  per  cent. 
"  lies  a  little  below  that  given  by  experiment,"  and  cannot 
therefore  be  accepted  as  a  representation  of  the  experiments. 
In  order  to  rectify  this  defect  and  to  raise  this  portion  of  his 
curve,  Prof.  Biicker  ingrafts  on  to  it  a  "  hump  by  means  of 
a  fourth  term,  m/(n*  +  n~*).  Now  it  is  obviously  possible  in 
the  case  of  any  figure  such  as  that  under  discussion^  where  any 
changes  of  curvature  which  exist  are  by  no  means  very  abrupt, 
but  are  only  "  minor  changes,'^  to  mould  a  curve  to  the  exact 
form  of  the  experimental  figure,  if  it  is  lawful  to  pare  it  down, 
or  plaster  it  up  wherever  it  may  be  necessary  *,  and  the  mere 
fact  of  obtaining  such  an  equation  to  fit  can,  I  maintain, 
prove  nothing  beyond  the  skill  of  the  operator. 

Even,  however,  if  such  an  operation  could  disprove  the 
existence  of  breaks.  Prof.  Biicker's  estimate  of  the  number  of 
my  breaks  which  he  has  disproved  would  have  to  be  materially 
reduced. 

*  For  the  whole  of  the  densitj-results  an  equation  of  this  sort  would 
at  a  moderate  estimate  contain  about  21  constants. 
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His  equation  extends  from  805  to  46*9  per  cent,  (the  value® 
are  given  below  in  Table  I.,  which  is  mainly  a  reproduction 
of  Prof.  Rucker's  Table  I.),  and  my  breaks  occurred  at  78, 

Table  1. 
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1 

+19 

12 

15 

■*v  ***• 

72*8,  58,  and  51  per  cent.,  so  that  the  calculations  extend 
but  2*5  per  cent,  beyond  the  first  of  these  breaks*,  a  distance 
wholly  insufficient  to  disprove  anything  about  a  break,  the 
position  of  which  can  be  determined  only  with  "extreme 
difficulty  to  within  1  or  even  2  per  cent ."  (Chem.  Soc.  Trans. 
1890,  p.  126).  In  the  same  way  little  can  be  concluded  as  to 
the  break  at  51  per  cent.,  for  although  the  calculations  extend 
4  per  cent,  beyond  it,  they  embrace  only  2  experimental  points 
in  this  length  f.  That  the  calculations  do  not  really  bridge 
over  these  two  breaks  to  any  appreciable  extent,  is  clearly  shown 
by  the  fact  that  on  extending  them  for  any  distance  beyond 
•the  points  taken  they  at  once  begin  to  leave  the  experimental 
values.  I,  therefore,  must  take  the  most  decided  exception 
to  Prof.  Riicker's  statement  that  his  one  curve  can  act  as  a 

*  In  some  cases  the  position  g^ven  for  this  break  was  as  high  as  79  per 
cent ,  or  only  1*5  per  cent,  from  the  end  of  Prof.  Rucker's  curve. 

t  In  some  cases  the  position  given  for  this  break  was  as  low  as  49  per 
cent.,  or  2  per  cent,  from  the  end  of  l^of.  Riicker's  curve.  The  mean 
position  was  49'9  per  cent 
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snbstitnte  for  my  five  discontinuous  curves  (pp.  308,  310)  ; 
it  does  not  do  so;  all  that  it  does  is  to  cover  three  of  my 
curves,  and  small,  altogether  insufficient  portions  of  two  others. 

This  leaves  but  two  breaks  which  could  possibly  be  materially 
afiected  by  the  calculations,  and  one  of  these  I  certainly  would 
never  have  ventured  to  uphold  on  the  strength  of  this  one 
series  of  results,  for  the  only  conclusion  which  I  drew  respect- 
ing it,  even  from  the  four  concordant  series  of  density 
determinations  at  different  temperatures,  was  that  it  was  '^  of 
a  very  doubtful  character'*  (loc.  cit.  p.  76),  so  that  the  calcula- 
tions can  be  said  to  materially  affect  but  one  of  the  breaks  whose 
existence  I  asserted — that  at  72*8  per  cent.:  and  what  evidence 
does  it  afford  respecting  this  one  r 

The  hump  in  Prof,  fiiicker's  equation  begins  to  be  appre- 
ciable at  a  certain  point,  and  again  becomes  inappreciable  at 
another  point,  and  if  the  quantities  constituting  it  have  any 
physical  meaning  at  all,  they  must  mean  that  a  certain  sub- 
stance is  present,  or  that  certain  physical  conditions  exist,  to 
an  appreciable  extent  between  these  points  only,  and  are 
altogether  inappreciable  throughout  the  whole  of  the  rest  of 
the  solutions,  whether  stronger  or  weaker.  This  is  precisely 
what  occurs  with  a  hydrate,  according  to  my  views.  But  let 
us  go  further  and  see  at  what  points  this  temporary  distur- 
bance be^ns  and  ceases.  Without  much  error  we  may  say, 
I  think,  that  any  deviation  would  first  begin  to  be  practically 
appreciable  when  it  attained  a  magnitude  of  about  i  to  ^  that 
of  the  mean  experimental  error,  say  J ;  this  would  be  4  x  10"* 
in  the  present  case  ;  and  the  point  at  which  the  fourth  term  in 
the  equation  attains  this  magnitude  is  72  per  cent.,  almost 
the  exact  point  at  which  my  break  occurs,  +  72*8  per  cent. ; 
and,  further  still,  it  diminisnes  to  this  magnitude,  and  again 
becomes  inappreciable,  at  49*9  per  cent.,  just  where  another 
of  my  breaks  occurs — 51  per  cent,  in  the  present  series  of 
experiments,  49'9  per  cent,  in  the  mean  of  all  my  experiments. 
I  should,  however,  not  place  much  value  on  the  concordance 
in  this  second  case,  owing  to  Prof.  Riicker's  equation  extend- 
ing such  a  short  distance  beyond  this  point.  We  are 
forced,  I  think,  therefore,  to  regard  Prof.  Rucker*s  results  as 
affording  additional  evidence  in  favour  of  my  principal  con- 
tention— the  practical  starting  of  a  fresh  order  of  things  at 
certain  definite  points.  In  fact,  the  only  dilemma  on  to  the 
horns  of  which  rrof.  Riicker's  results  have  placed  me  is,  not 
that  which  he  imagines  {loc,  cit.  p.  313),  but  that  of  having 
to  decide  whether  the  graphic  or  mathematical  method  is  best 
suited  for  discovering  those  points  at  which  practical  changes 
in  solutions  occur. 
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Prof.  Biicker  admits  that  "the  corves  in  some  parts — if  not 
discoutinaons — have  peculiar  features  which  suggest  special 
physical  causes  :  "  his  "  doubts  have  always  had  reference  to 
the  minor  changes  of  curvature/*  such  as  those  here  dis- 
cussedy  "  and  to  the  use  of  the  ruler  in  detecting  them/'  He 
certainly  does  not  appear,  however,  to  have  done  much  to 
justify  these  doubts  ;  for  however  we  may  differ  in  our 
explanations  of  these  changes,  or  of  the  relative  degree  of 
suddenness  with  which  they  occur,  he  must  admit  that  I  with 
my  bent  ruler  have  as  a  matter  of  fact  discovered  the  exact 
points  at  which  he  with  his  mathematics  has  found  that  a  fresh 
order  of  conditions  becomes  appreciable,  and  again  disappears. 

Prof.  Riicker  would,  no  doubt,  point  out  that,  although  the 
fourth  term  in  his  equation  is  appreciable  throughout  a  certain 
range  only,  it  is  not  actually  non-existent  in  other  parts,  and 
that,  therefore,  there  is  no  true  mathematicsd  discontinuity. 
I  never,  however,  ventured  to  assert  that  the  changes  occurred 
so  suddenly  as  to  prove  strict  mathematical  discontinuity  ;  and 
I  fail  entirely  to  see  how  such  discontinuity  could  ever  be 
proved  or  disproved  by  any  experiments  which  were  not 
absolutely  free  from  experimental  eiTor,  and  which  were  not 
infinite  in  number.  Indeed,  those  hydrates,  the  presence  of 
which  in  appreciable  quantities  conditions  a  particular  rate 
of  change  of  density  £c.  between  certain  points,  cannot  be 
regarded  as  being  entirely  absent  from  other  solutions — a  view 
which  the  principles  of  dissociation  and  the  gradual  removal 
of  such  hydrates  or  substances  in  the  solid  or  gaseous  form 
from  such  solutions  necessitate  (see  Chem.  Soc.  Trans.  1889, 
pp.  22,  23;  1890,  pp.  138, 340)— the  only  statement  which  we 
can  make  on  the  strength  of  experiments  is  that  the  amount 
of  the  substances  present  is  inappreciable,  or  otherwise,  by 
those  experiments.  In  the  same  way  the  suddenness  with 
which  a  change  of  curvature  occurs  can  only  be  determined 
within  limits  comparable  with  those  of  the  experimental  error. 
My  "  breaks,''  in  fact,  are  similar  to  those  which  we  get  in 
most  cases  of  a  change  of  condition,  where  the  practical 
existence  of  the  break  is  beyond  doubt,  although  its  absolute 
abruptness  may  always  be  doubted,  and  could  certainly  never 
be  proved  in  a  strictly  mathematical  sense. 

Again,  it  might  be  urged  that  if  in  a  series  of  experimental 
results  such  as  the  present  the  practical  disappearance  of  any 
term  in  a  continuous  equation  devised  to  represent  them 
occurs  at  any  particular  point  (as  Prof.  Riicker's  fourth  term 
does  at  72  per  cent.),  it  would  not  cease  to  be  appreciable 
till  some  other  point  were  reached  if  the  accuracy  of  the  de- 
terminations were  increased,  say,  tenfold.  This  is  as  it  may  be  : 
but  it  is  useless  to  speculate  as  to  what  might  be  the  case  with 
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experiments  of  such  accuracy,  for  we  do  not  know  whether 
the  present  equations  would  still  be  applicable  without  modi- 
fication. 

As  to  the  uncertain  break  at  58  per  cent,  which  Prof. 
Bucker's  equation  successfully  bridges  over,  I  may  point  out 
that  even  here  my  failure  to  recognize  the  sensible  continuity 
of  the  figure  cannot  be  attributed  to  any  fault  in  the  method, 
but  to  one  in  the  operator.     I  invariably  used  the  lath  bent 

into  the  simplest  form,  \f^ *->j^ ,  whereas,  by  apply- 
ing the  forces  in  a  different  manner  it  can  be  bent  into  the 
wavy  form,  ■^T'""'*^,,^    x    ,  and  when  bent  into  this  latter 

form  I  now  find  that  it  will  fit  over  the  supposed  change  at 
58  per  cent. ;  but  it  may  be  remarked  that  if  we  adopt  this 
interpretation  of  this  portion  of  the  figure  we  shall  not  get  a 
straight  line  on  differentiation ;  and  as  the  bulk  of  evidence 
goes  to  show  that  the  second  differential  is  sensibly  rectilineal 
tnroughout  the  figure  (a  fact  to  some  extent  recognized  by 
Prof.  Biicker,  pp.  306,  307),  it  is  probable  that  this  one 
portion  would  be  of  a  similar  nature,  and  that  the  interpreta- 
tion of  it  as  a  wavy  curve  would  be  erroneous— ^a  view  which 
seems  all  the  more  probable  from  the  indications  of  changes 
at  this  point  in  the  case  of  other  properties  at  this  same 
relatively  high  temperature,  and  from  the  existence  of  a 
break  in  the  freezing-points  at  low  temperatures,  which  I 
think  no  one  would  venture  to  question,  even  if  the  corre- 
sponding hydrate  had  not  actually  been  isolated.  The  present 
case  of  the  densities  is  the  only  one  I  believe  in  which  a 
wavy  curve  might  be  substituted  for  two  of  my  simpler  curves. 
A  wavy  parabola  can  be  found  to  bridge  over  toe  break  at 
58  per  cent,  as  well  as  a  wavy  bent-lath  curve,  and  in  this 
way  the  whole  portion  of  the  figure  examined  by  Prof. 
Biicker  may  be  represented  by  two  parabolas,  and  the  use  of 
just  as  many  constants  as  are  required  by  Prof.  Biicker's 
equation ;  the  errors  according  to  the  two  drawings  are, 
moreover,  nearly  equal  {/8— a  in  Table  I.  are  the  errors 
according  to  Prof.  Riicker's  equation,  7— a  the  errors  accord- 
ing to  me  parabolas*),  so  that  the  magnitude  of  the  error 

♦  The  parabolas  are  y  =  -011767+  00003782^:  —  -OOOOlSSar",  and 
y= 011767  +  •00002917^:  -  •00000442r»  -  •0000000789a'«,  a:  =^-73. 
The  constants  have  been  deduced  from  the  readings  of  a  curve  instead  of 
directly  from  the  experimental  values,  and  the  average  error  is,  conse- 
quently, rather  larger  than  it  would  otherwise  have  &en.  It  would  in 
any  case  be  somewLat  larger  than  that  according  to  my  origincd  drawing, 
for  the  equations  extend  a  short  distance  beyond  the  points  at  which  I 
believe  breaks  occur,  namely,  51  and  78  per  cent. 
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will  not  help  ns  to  decide  between  their  respective  merits : 
but  whereas  Prof.  Biicker's  equation  is  artificial  and  is  a  very 
improbable  representation  of  physical  facts,  the  parabola  is  a 
form  of  curve  which  has  been  found  to  express  physical  facts 
"  in  the  great  majority  of  cases  in  physics  and  chemistry " 
(Lupton,  toe.  cit*  p.  421) ,  and  for  the  application  of  which  in 
the  present  case  we  have  the  theoretical  considerations  ad- 
vanced by  so  high  an  authority  as  Mendeleeff  *.  Considering, 
moreover,  that  the  mathematical  continuity  expressed  by 
Prof.  Riicker's  curve  does  not  even  help  us  to  assert  that  there 
is  not  a  change  in  the  nature  of  the  solutions  attaining 
recognizable  dimensions  just  at  the  point  where  the  parabolas 
indicate  that  snch  a  change  occurs,  we  can,  I  think,  nave  but 
little  hesitation  in  making  a  choice  in  favour  of  the  latter. 

Two  points  of  minor  importance  remain  to  be  noticed.  On 
p.  310  Prof.  Rucker  suggests  that  errors,  similar  to  those 
which  I  found  in  making  up  solutions  from  two  different  lot« 
of  stock  acid,  may  exist  in  making  up  different  solutions  from 
the  same  stock  lot.  This,  I  think,  is  surely  not  the  case  ; 
for  in  using  different  samples  of  acid  the  results  depend  on 
the  comparison  by  analysis,  or  by  some  other  means,  of  the 
strength  of  the  two,  and  this  cannot  be  done  with  an  accuracy 
in  any  way  approaching  to  that  attainable  by  mixing  weighed 
quantities  of  two  substances. 

Prof.  Riicker  alludes  to  my  having  omitted  certain  points 
which  I  considered  exhibited  exceptionally  large  errors,  while 
I  insisted  on  changes  dependent  on  differences  of  smaller 
amount.  In  dealing  with  a  ^'  differential ''  figure,  an  error  in 
one  of  the  experiments  affects  two  consecutive  differential 

I)ointsinthe  opposite  direction,  making  them  too  high  and  too 
ow  respectively ;  and  it  is  only  in  cases  where  this  appearance 
is  evident  that  we  should  be  justified  in  assuming,  provisionally 
at  any  rate,  the  existence  of  an  exceptional  error.  It  was 
only  in  such  cases  that  I  assumed  it ;  but  at  the  same  time  I 
quoted  fully  the  determinations  which  I  considered  to  be 
erroneous,  so  that  others  might  use  them  in  whatever  way  they 
thought  fit.  These  questionable  determinations  should,  no 
doubt,  have  been  repeated,  but  to  do  this  in  every  case  would 
have  meant  an  additional  amount  of  work  which  would  have 
been  prohibitory.  It  was  open  to  me  to  obtain  evidence  in 
favour  of  my  views  either  by  the  study  of  one  or  two  cases 
worked  up  to  the  highest  pitch  of  perfection,  or  to  accumulate 
a  considerable  mass  of  less  perfect  instances  from  independent 

«  Chem.  Soc.  Trans.  1887,  p.  778.  Mendeldeff  concluded  that  the  panb- 
bolas  would  have  one  term  less  than  my  work  would  show  them  to  have  ; 
this  was  due,  no  doubt,  to  his  having  assumed  that  the  various  hydrates 
present  were  practically  imdissociated. 
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sources.     I  thought  the  latter  was  the  preferable  method^  and 
adopted  it. 

On  p.  311  Prof.  Riicker  says  : — "  Why,  for  instance,  are 
we  to  admit  an  error  of  22,  or  three  times  the  lower  limit  to 
the  maximum  error,  at  56*89  per  cent.,  and  insist  that  an 
error  of  16,  which  is  only  twice  the  same  limit,  is  impossible 
at  63*08  per  cent.  ?''  Such  a  question  is  open  to  serious  mis- 
constmction,  for  I  neither  rejected  nor  specially  insisted  on 
either  of  these  experimental  points,  but  quoted  them  without 
comment  in  my  tables,  and  inserted  them  in  my  diagrams, 
treating  and  accepting  both  of  them  to  exactly  the  same 
extent. 

In  forming  an  estimate  of  how  far  a  criticism  like  that  now 
under  discussion,  based  on  the  examination  of  a  limited  portion 
of  one  set  of  my  results,  can  upset  my  conclusions,  it  is 
necessary  to  bear  in  mind  the  exact  nature  of  these  con- 
clnsions.  From  the  study  of  any  one,  or  any  few,  particular 
breaks,  I  concluded — notldng  :  from  a  study  of  a  whole  series 
of  density-results  I  only  concluded  that  it  was  advisable  to 
make  other  series  at  other  temperatures  :  from  the  study  of  the 
series  at  four  different  temperatures  my  conclusions  were 
merely  that  I  had  "strong  presumptive  evidence"  of  the 
existence  of  changes  (p.  79),  out  that  confirmatory  evidence 
from  the  study  of  independent  properties  was  necessary  before 
snch  changes  could  be  regarded  as  established ;  and  it  was 
only  after  obtaining  such  evidence  from  the  study  of  three  or 
foar  other  properties  that  I  ventured  to  call  this  evidence 
proof,  and  then  only  with  the  oft-repeated  caution  "  that  many 
of  these  changes  were  admittedly  of  a  very  doubtful  nature.  * 
When,  further,  it  is  remembered  that  those  who  have  called 
mj  conclusions  in  question  have  confined  their  attention  to  a 
limited  portion  of  one  particular  series  of  results  (and  that 
portion  one  which  I  myself  pointed  out  to  be  most  open  to 
attack),  or  have  even  selected  only  one  particular  and  ex- 
cessively doubtful  break  ;  that  in  spite  of  this,  they  have, 
while  adding  confirmation  to  my  conclusions  in  every  other 
respect,  only  succeeded  so  far  as  to  bring  some  additional 
evidence  against  (without  altogether  disproving)  the  one 
change  which  I  myself  never  regarded  as  proved  ;  remember- 
ing Si  this,  1  cannot  fail  to  believe  that  my  conclusions  were 
hetter  founded,  and  my  method  of  working  more  trustworthy, 
than  I  had  ever  imagined. 

October  1891. 

Postscript. 

I  have  made  a  detailed  examination  of  several  breaks  by 
the  bent-lath  method,  and  also  by  the  application  of  parabolic 
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equations  deduced  mathematically  from  the  experimental 
values,  and  have  found  that  both  methods  lead  to  precisely 
the  same  conclusions  as  to  the  existence  and  position  of  the 
breaks.  The  publication  of  these  results  has  unfortunately 
been  delayed,  out  the  partial  examination  of  one  case  by  the 
two  methods  will  be  found  in  the  Ber.  d.  deutsch.  chem.  Ges. 
xxiv.  p.  3334. 

Since  writing  the  above  my  attention  has  been  called  to  the 
fact  that  Prof.  Lunge  bas  questioned  the  accuracy  of  my  sul- 
phuric-acid density  determinations  (Journ.  Soc.  Chem.  Ind. 
1890,  p.  1017).  His  criticism  is  based  entirely  on  his  own 
misrepresentation  of  the  facts  of  the  case.  My  answer  to  him 
will  be  found  in  the  Chem.  News,  vol.  Ixiv.  p.  311. 

December  18, 1891. 

XIII.  Notices  respecting  New  Books. 

Solutions  ;  being  the  Fourth  Part  of  a  Text-Booh  of  General 
Chemistry.  By  W.  Ostwald,  Professor  of  Chemistry  in  the 
University  of  Leipzig,  Translated  by  M.  M.  Pattisoit  Muib. 
London:  Longmans,  Oreen,  and  Co.    1891. 

A  MONG-  the  many  problems  which  lie  on  the  borderland  of 
-^^  Physics  and  Chemistry,  undoubtedly  the  one  of  greatest  im- 
portance, and  at  the  same  time  one  of  the  most  difficult,  is  the 
construction  of  a  theory  to  account  for  all  the  known  properties  of 
bodies  in  the  Uquid  state.  The  chemist,  recognizing  that  the  Uquid 
state  is  most  favourable,  if  not  absolutely  essential,  to  the  occur- 
rence of  chemical  reactions,  hopes  to  obtain  from  such  a  theory  an 
insight  into  the  nature  of  chemical  affinity  and  some  knowledge  of 
the  arrangement  of  atoms  in  a  molecule.  The  physicist,  on  the 
other  hand,  regarding  the  same  question  from  a  mechanical  point 
of  view,  expects  that  the  theory  will  enable  him  to  ascertain  the 
magnitudes  of  the  forces  which  act  between  and  within  molecules ; 
an^  further,  by  a  consideration  of  the  phenomena  of  electrolysis, 
he  hopes  to  throw  some  light  on  the  nature  of  electricity. 

As  soon  as  the  laws  of  gases  had  been  experimentally  demon- 
strated, it  occurred  to  physicists  that  these  might  be  deduced  by 
considering  the  molecules  of  a  gas  as  small  haiS  particles  in  rapid 
motion,  constantly  in  collision  with  each  other,  and  exchanging 
their  velocities  during  such  encounters.  The  fact  that  all  gases 
behaved  in  an  exactly  similar  manner  indicated  that  their  particles 
were  so  small  in  comparison  with  the  distances  between  them,  that 
all  the  relations  of  pressure,  temperature,  volume,  &c.  might  be 
considered  as  resulting  from  forces  due  to  this  motion.  On  com- 
pressing gases,  however,  so  that  the  condition  of  relatively  great 
separation  of  the  molecules  no  longer  exists,  a  new  set  of  forces  is 
brought  into  play,  the  mutual  actions,  namely,  of  the  molecules 
themselves.    The^e  forces  cause  the  molecules  to  cling  or  cohere 
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together,  and  thus  the  force  exerted  on  any  particle  of  the  gas  is 
the  sum  of  the  forces  due  to  the  motion  of  the  surrounding  gas 
and  the  cohesion-pressures  produced  by  the  molecules  in  its  neigh- 
bourhood, these  latter  depending  on  the  nature  of  the  molecules  as 
well  as  on  their  distance  apart.  The  result  is  that  different  gases 
show  unequal  deviations  from  the  laws  of  a  perfect  gas ;  and  by 
compressing  them  sufficiently  the  cohesion-pressure  is  increased 
until  they  finally  become  liquids.  Van  der  Waals,  proceeding  on  an 
assumption,  which  he  justifies,  that  these  cohesion-pressures, 
whatever  be  their  absolute  magnitude,  must  be  proportional  to  the 
square  of  the  density  of  the  gas,  has  elaborated  a  theory  of  gases 
which  accounts  for  the  phenomena  observed  during  their  liquefac- 
tion, a^d  offers  the  most  complete  explanation  of  their  behaviour 
which  has  yet  been  given. 

In  order  to  obtain  a  more  exact  knowledge  of  these  cohesion- 
pressures,  observers  began  to  study  the  properties  of  liquids,  and 
more  especially  of  solutions  of  solids  in  liquids.  During  the  past 
ten  years  much  work  has  been  done,  and  a  completely  new  theory 
of  solutions  has  been  started  by  van 't  Hoff,  Arrhenius,  Ostwa]a, 
and  other  workers  on  the  Continent.  The  object  of  the  present 
treatise  is  to  give  a  concise  account  of  this  theory,  of  the  evidence 
on  which  it  is  based,  and  the  results  to  which  it  leads. 

The  older  theories  of  solution  are  all  based  on  the  assumption 
that  the  solvent  and  dissolved  substance  form  definite  chemical 
compounds  or  hydrates,  and  therefore  that  the  molecules  of  the 
solution  have  a  very  complicated  structure.  The  structure  of  these 
molecules  will  change  abruptly  from  one  hydrate  to  another  as  the 
amount  of  dissolved  substance  is  increased ;  and  so  the  properties 
of  the  solutions  will  undergo  similar  sudden  changes.  The  pre- 
sence of  such  discontinuities  in  curves  of  density,  freezing-point, 
and  other  properties  as  related  to  concentration,  has  been  vigorously 
asserted  by  Mr.  S.  U.  Pickering  in  the  pages  of  this  Magazine, 
whereas  the  upholders  of  the  new  theory  deny  the  existence  of  any 
discontinuity. 

According  to  the  new  theory,  the  molecules  of  the  dissolved 
substance  behave  quite  independently  of  the  solvent,  the  latter 
playing  an  extremely  subsidiary  part.  In  addition  to  this,  if  the 
solution  be  a  dilute  one  the  molecules  of  dissolved  substance  act 
independently  of  one  another,  because  of  their  relatively  great  dis- 
tance apart.  They  are  just  like  the  molecules  of  a  perfect  gas. 
If  we  take  a  partition  which  is  permeable  by  the  solvent  and  not 
by  the  dissolved  substance,  the  difference  of  pressure  on  its  two 
faces,  when  one  side  is  in  contact  with  pure  solvent  and  the  other 
with  solution,  is  due  to  the  bombardment  of  the  partition  by  the 
molecules  of  the  dissolved  substance.  Hence  osmotic  pressure,  as 
it  is  called,  is  accounted  for.  Similarly  the  extra  pressure  due  to 
these  moving  molecules  will  cause  the  freezing-point  and  vapour- 
pressiure  of  the  solution  to  fall  below  those  of  the  solvent.  In  all 
these  cases  the  properties  of  the  solution  will  depend  on  the 
number  of  dissolved  molecules  and  not  on  their  constitution ;  so  that 
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oheinically  equiyalent  quantities  of  different  substanceB  will  pro- 
duce the  same  effect  in  solution.  As  we  proceed  to  stronger 
solutions  the  molecules  get  closer  together,  and  the  theory  launches 
out  with  the  bold  assertion  that  Yan  der  Waals's  modification  of  the 
law  of  gases  is  applicable  to  the  molecules  of  a  dissolved  substance 
also;  and  the  deviations  of  the  properties  of  a  solution  from  abso- 
lute proportionality  to  the  amount  of  dissolved  substance  present 
are  calculated  on  this  assumption,  the  agreement  being  in  some 
cases  remarkably  good. 

The  theory  supposes  that  the  molecules  of  the  dissolved  substance 
remain  intact  when  they  enter  into  solution.  In  the  case  of  solu- 
tions o£  salts  the  laws  indicated  above  are  not  obeyed,  and  the 
explanation  given  is  that  the  molecules  of  the  salt  split  up  into 
their  constituent  atoms,  a  view  which  is  supported  by  many  phe- 
nomena of  electrolysis.  Hence  the  solution  contains  molecules  of 
salt  and  free  atoms  or  "  ions "  which  have  been  produced  by  the 
dissociation  of  the  salt.  No  quantitative  measurements  are  given, 
because  we  have  no  certain  knowledge  as  to  the  relative  amounts 
of  dissociated  and  undissociated  salt.  Eecently  Arrhenius  has 
worked  in  this  direction  with  some  success. 

In  this  treatise  the  case  of  saltnsolutions  is  only  treated  in  a 
somewhat  superficial  manner ;  indeed  it  is  at  this  point  that  the 
subject  becomes  a  most  difficult  one.  One  hardly  justifiable 
assumption  is  that  the  solvent  remains  inert,  although  the  disso- 
ciation of  the  salt  is  effected  by  it.  Again,  there  are  chemical 
objections  to  having  free  atoms  in  a  liquid,  though  Prof.  Ostwald 
suggests  very  reasonably  that  a  free  atom  and  a  molecule  of  an 
element  are  not  alike,  and  do  not  necessarily  have  similar  pro- 
perties. An  attempt  is  made  to  account  for  many  physical 
properties  of  solutions  by  supposing  them  due  to  the  presence  of 
the  ions ;  for  example,  colour  aud  refractive  indices.  It  is  argued, 
for  instance,  that  all  salts  containing  a  cobalt  ion  are  red,  and  that 
therefore  the  cobalt  ion  has  a  red  colour ;  similarly,  the  copper  ion 
has  a  blue  colour.  This  law  will,  however,  not  admit  of  uni- 
versal application  ;  an  exception  may  be  seen  in  the  case  of  ferric 
sulphocyanide,  which  is  of  an  extremely  deep  red  colour  in  aqueous 
solution,  although  neither  the  ferric  ion  nor  the  sulphocyanogen 
one  has  this  colour.  The  only  explanation  possible  is  that  the  salt 
is  deep  red  when  in  the  molecular  state.  In  that  case  a  very  dilute 
solution  should  be  orange-coloured,  owing  to  the  mixture  of  tho 
red  molecular  salt  and  the  yellow  ferric  ion,  of  which  the  latter 
would  be  present  in  the  greater  quantity. 

As  a  concise  account  of  the  new  theory  of  solution  Prof. 
Ostwald's  work  is  most  valuable ;  but  it  is  somewhat  to  be  regretted 
that  he  did  not  give  some  indication  of  the  older  theories,  of  which 
not  a  word  is  said.  Lideed,  a  student  taking  up  the  book  and 
having  no  previous  knowledge  of  the  subject  would  be  led  to  sup- 
pose that  the  theory  here  put  forward  is  the  universally  accepted 
one,  whereas  it  is  really  regarded  by  the  majority  of  chemists  as 
quite  untenable. 
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The  translation  is  an  admirable  one,  and  our  thanks  are  due  to 
Mr.  Pattison  Muir  for  introducing  the  work  to  English  readers. 
One  alteration  might  be  suggested  for  a  future  edition,  to  suit 
fastidious  mathematical  readers,  namely  the  notation  used  for 
logarithms  throughout  the  book.  It  would  be  more  in  accordance 
with  English  custom  to  write  for  the  natural  logarithm  of  a?,  log,  x 
instead  of  Ix^  the  latter  being  a  too  faithful  translation  of  the 
original  German  formula.  James  L.  Howabd. 

Index  of  Spectra.  Appendix  B,  By  W.  Maubhall  Watts,  D,8c,^ 
FJ.C,,  Senior  Physical  Science  Master  ai  the  Qiggleswick  Qrammar 
School,  Manchester :  Abel  Heywood  and  Son,  1891. 
This  pamphlet  of  forty  pages  appears  as  an  appendix  to  the 
aathor*s  previous  volume  whicli  we  have  already  noticed  in  this 
magazine.  It  contains  four  tables  which  have  been  compiled  since 
that  work  was  issued,  and  also  a  list  of  suc!i  errata  as  have  been 
observed  in  it.  The  first  table  is  an  extremely  useful  one,  being  a 
table  of  corrections  for  reducing  the  nunbars  of  Angstrom  and 
Gomu  to  the  standard  of  Bowland's  latest  map.  By  means  of  these 
corrections  all  the  lines  tabulated  in  the  previous  volume  can  be 
reduced  to  absolute  wave-lengths  with  great  ease  and  accuracy. 

Then  follow  two  tables  giving  Liveing  ani  Dewar's  results  for 
the  spectra  of  cobalt  and  nickel.  In  each  table  there  are  two  sets 
of  numbers ;  one  set,  in  italics,  includes  those  lines  whose  wave- 
lengths have  been  directly  measured  by  means  of  a  grating,  the 
other  set,  printed  in  ordinary  type,  gives  the  remaining  lines.  The 
author  states  on  the  first  page  that  the  scale  used  was  that  of 
Angstrom ;  presumably,  however,  the  remark  applies  only  to  the 
latter  set  of  observations,  the  numbers  in  italics  being  already 
corrected  and  reduced  to  absolute  wave-lengths. 

Several  lines  in  the  cobalt  spectrum  are  marked  as  being  coincident 
with  nickel  lines  and  vice  versd.  The  lines  of  wave-lengths  3452  9 
and  3445*7  belonging  to  cobalt  are  marked  as  nickel  lines ;  in  the 
nickel  spectrum  they  are  not  marked  as  cobalt  lines,  whereas  an 
intermediate  one,  8452*3,  is  so  designated,  although  not  to  be  found 
in  the  cobalt  spectrum. 

The  greater  portion  of  the  book  is  taken  up  with  ihe  table  giving 
Hasselberg's  measurements  of  the  lines  found  in  the  absorption- 
apectnim  of  iodine.  The  list  includes  over  3000  lines,  83  of  which 
coincide  with  solar  lines,  and  thus  lead  us  to  infer  that  iodine 
exists  in  the  sun's  atmosphere.  The  spectrum  is  interesting 
inasmuch  as  it  contains  a  large  number  of  double  lines,  and  no 
fewer  than  19  triple  lines.  Jakes  L.  Howabd. 

Star  Groups,    By  J.  Ellaed  Oobb,  RE,A,S. 

(Crosby  Lockwood  and  Son.) 

Those  who  are  acquainted  with  Mr.  Gore's  previous  writings  in 

the  attractive  realm  of  Sidereal  Astronomy  will  gladly  welcome 

this  new  contribution  to  the  subject.    The  book  consists  of  a  series 


Digitized  by 


Google 


148  Notices  respecting  New  Boohs. 

of  thirty  carefully  prepared  maps  of  the  principal  Star  Groups,  and 
accompauying  each  one,  on  the  opposite  page,  a  short  description 
is  given  of  the  most  interesting  objects.  We  should  have  liked 
to  see  these  descriptions  more  complete,  as  there  is  considerable 
blank  space  left,  and  Mr.  Gore  is  so  much  at  home  amongst  stellar 
objects  that  he  might  readily  have  utilized  it  with  further  valuable 
references.  The  maps  will  prove  of  great  utility  to  everyone  who 
employs  them  as  a  means  of  becoming  acquainted  with  the  con- 
figuration of  the  leading  Star  Groups.  Mr.  Gore  mentions  in  his 
preface  that  his  '*  little  maps  are  intended  as  an  aid  to  the 
Deginner,"  and  this  intention  will  doubtless  be  realized  in  many 
cases ;  but  we  hope  the  student  will  not  feel  nonplussed  by  the 
opening  paragraph  accompanying  Map  xiii.,  where  it  is  stated : 
**  Aries,  the  Eam,  is  the  first  sign  of  the  Zodiac,  or  that  in  which 
the  Vernal  equinoctial  point  was  situated  in  the  time  of  Hip- 
parchus.  Owing,  however,  to  the  precession  of  the  equinoxes  this 
point  has  now  retrograded  into  Pisces."  Of  course  this  reads 
simple  enough  to  those  well  versed  in  the  subject,  but  it  is  likely 
to  prove  too  technical  for  mere  beginners.  On  the  whole,  how- 
ever, Mr.  Gore's  book  undoubtedly  merits  cx)mmendation.  Many 
a  tyro  can  spend  an  agreeable  hour  in  comparing  the  charts  with 
the  stars  seen  in  the  heavens  and  identifying  the  various  groups  as 
well  as  their  individual  stars.  The  volume  is  an  example  of  Mr. 
Gore's  well-known  accuracy.  We  hope  that,  if  a  second  edition  is 
called  for,  the  author  will  include  one  or  two  maps  of  Draco,  a 
constellation  which  abounds  in  bright  stars  and  which,  large  and 
straggling  though  it  is,  contains  many  interesting  objects  always 
visible  in  our  latitude.  The  conspicuous  stars  in  the  head  of 
Draco  may  be  said  to  form  a  constellation  by  themselves ;  then 
there  are  C*  f?*  ^>  &iid  c,  which  make  up  another  bright  group ;  a 
third  attracts  the  eye  near  I ;  and  ^,  )^,  and  y\f  form  a  pretty  tri- 
angle about  5°  N.  of  the  pole  of  the  ecliptic. 

An  Elementary  Treatise  on  the  Integral  Calculus^  containing  Ap- 
plications to  Plane  Curves  and  Surfaces,  and  also  a  Chapter  on 
the  Calculus  of  Variations^  with  numerous  Examples,  By 
B.  Williamson,  D.  8c,^  F.R,S.  London:  Longmans,  1891 
(pp.  xvi+463). 

Thb  fact  that  this  is  the  Sixth  edition  shows  most  unmistakably 
that  Dr.  Williamson  has  met  the  wants  of  students  of  the  *  Calculus.' 
In  the  April  No.,  1881,  we  noticed  the  third  edition.  We  have 
before  us  the  first  edition  (a  very  modest  volume),  1875  (pp.  vi+ 
267);  the  second  edition,  1877  (pp.  xi+348);  the  third  edition, 
1880  (pp.  xiv+375).  The  issue  of  Six  editions  of  a  Mathematical 
treatise  in  sixteen  years  must  be  almost,  if  not  quite,  unprecedented. 
It  is  evident  from  the  data  above  enumerated  that  the  author  is  not 
content  to  rest  upon  his  oars,  but  has  laboured  to  make  each  edition 
better  than  its  predecessor.  A  particular  examination  of  so 
familiar  a  text-book  is  not  called  for  here,  and  we  shall  simply 
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indicate  wherein  this  edition  differs  from  that  previoasly  noticed. 
The  third  edition  closed  with  chapter  xi.  on  Mean  Value  and 
Probability,  this  is  now  chapter  xii.,  chapter  xi.  being  devoted  to 
Multiple  integrals  (including  an  account  of  Dirichlet's  Theorem, 
Greeirs  Theorems,  and  applications  to  Spherical  Harmonics). 
Chapter  xiii.  is  on  Fourier's  Theorem.  The  novelties  of  this  last 
edition  are  the  two  concluding  chapters.  Chapter  xiv.  treats  of 
Line  and  Surface  Integrals  (£scuBsing  the  theorems  named  after 
Stokes  and  Neumann) :  it  is  a  short  one  and  takes  up  pp.  401-412, 
concluding  with  a  modification  of  Sir  W .  Thomson's  theorem  on 
the  distribution  of  electricity  on  spherical  conductors.  In  chapter 
xiv.  Dr.  Williamson  gives  an  account  (pp.  413-446)  of  the  appli- 
cation of  the  Calculus  of  Vftriatioas  to  the  determination  of  Curves 
possessing  maxima  and  minima  properties. 

Students  who  require  a  further  development  than  is  given  here 
are  referred  to  the  writings  of  Jellett,  Carll,  and  Moigno.  The 
work  is  supplemented  by  a  large  collection  of  Exercises  and  a 
sufficient  Index.  We  can  only  hope  that  the  author's  labours  may 
meet  in  the  future  with  a  success  equal  that  which  they  have 
already  attained. 

Solutions  of  Examples  in  Conic  Sections^  treated  Oeometricdlly,     By 
W.  H.  Besant,  Sc.D.,  F.R.S.    London :  George  Bell,  1890. 

Wb  have  recently  received  this  copy.  As  the  book  is  in  a  third 
edition,  it  has  evidently  met  a  want.  To  our  cost  we  know  that  we 
have  spent  many  "  ten  minutes  "  in  the  unravelling  of  the  Geo- 
metrical **  Conundrums  "  contained  in  the  author's  "  Conies."  It 
is  now  interesting  to  compare  our  solutions  with  those  before  us, 
which  though  generally  very  concise  furnish  the  student  with  a 
closely  fitting  Key  to  all  the  Problems.  The  book  is  most  accept- 
able, but  we  trust  that  junior  students  will  not  have  recourse  to  it 
until  they  have  done  their  best  in  attempting  to  solve  the  Exercises 
themselves.  A  subsequent  comparison  of  their  own  work  with 
that  of  this  ''  companion  "  volume  will  do  them  much  good. 


XIV.  Proceedings  of  Learned  Societies. 

GEOLOGICAL  SOCIETY. 
[Continued  from  vol.  xxxii.  p.  230.] 

November  11, 1891.— Sir  Archibald  Geikie,  D.Sc,  LL.D.,  F.R.S., 
President,  in  the  Chair. 

TTTR  following  communications  were  read  : — 
1.  "  On  Dacrytherium  ovinum  from  the  Isle  of    Wight  and 
Quercy."    By  K.  Lyddeker,  Esq.,  B.A.,  F.G.S. 

2.  "  Supplementary  Kemarks  on  Glen  Boy."  By  T.  F.  Jamieson, 
Esq.,  F.G.S. 

The  author  discusses  the  conditions  that  preceded  the  formation 
of  the  Glen  Boy  Lake,  and  appeals  to  a  rain-map  of  Scotland  in 
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support  of  hiB  contention  that  the  main  snow-fall  in  Glacial  times 
would  be  on  the  western  mountains.  He  gives  reasons  for  supposing 
that,  previously  to  the  formation  of  the  lake,  the  valleys  of  the 
Lochaber  lakes  were  occupied  by  ice,  and  that  the  period  of  the 
formation  of  the  lakes  was  that  of  the  decay  of  the  last  Ice-sheet. 

He  supports  the  correctness  of  the  mapping  of  the  terraces  by  the 
officers  of  the  Ordnance  Survey,  and  shows  how  the  absence  of  the 
two  upper  terraces  in  Glen  Spean  and  of  the  highest  terrace  in  Glen 
Glaster  simplifies  the  explanation  of  the  formation  of  the  lakes  by 
ice-barriers. 

The  alluvium  of  Bohuntine  is  considered  to  be  the  gravel  and 
mud  that  fell  into  the  lake  from  the  front  of  the  ice  when  it  stood 
at  the  mouth  of  Glen  Boy  during  the  formation  of  the  two  upper 
lines. 

During  the  last  stage  of  the  lake,  the  ice  in  the  valley  of  the 
Caledonian  Canal  is  believed  to  have  constituted  the  m?in  barrier, 
whilst  the  Corry  N'Eoin  glacier  played  only  a  subordinate  part. 

The  author  suggests  the  possibility  of  a  debdcle  during  the  drop 
of  water  from  the  level  of  the  highest  to  that  of  the  middle  terrace ; 
and  in  support  of  this  calls  attention  to  the  breaking  down  of  the 
moraines  of  the  Treig  glacier  at  the  mouth  of  the  Rough  Burn.  He 
believes  that  when  the  water  dropped  to  the  level  of  the  lowest 
terrace,  it  drained  away  quietly,  at  any  rate  until  it  receded  from 
Upper  Glen  Roy. 

In  discussing  NicoFs  objections,  he  maintains  that  notches  would 
not  be  cut  at  the  level  of  the  colsj  and  observes  that  the  discrepancy 
between  the  heights  of  the  terraces  and  those  of  the  cols  has  pro- 
bably been  increased  by  the  growth  of  peat  over  most  of  the  ground 
about  the  watersheds. 

The  horizontality  of  the  terraces  is  stated  to  be  a  fact,  and  cases 
are  given  where  waterwom  pebbles  are  found  in  connexion  with  the 
**  roads,"  these  being  especiaUy  noticeable  in  places  where  the  south- 
west winds  would  ^lly  exert  their  influence,  and  the  structure  of 
the  terraces  is  considered  to  be  such  as  would  be  produced  at  the 
mai^ins  of  ice-dammed  lakes.  Further  information  is  supplied 
concerning  the  distribution  of  the  boulders  of  Glen  Spean  syenite. 
These  are  found  on  the  north  side  of  the  Spean  Valley  at  the 
height  of  2000  feet  above  the  sea  and  1400  feet  above  the  river, 
and  fragments  of  the  syenite  have  been  carried  towards  the  north- 
east, north,  and  north-west. 

In  an  Appendix,  the  author  discusses  Prof.  Prestwich^s  remarks 
on  the  deltas,  and  his  theory  of  the  formation  of  the  terraces. 

November  25.— Sir  Archibald  Geikic,  D.So.,  LL.D.,  F.R.S., 
President,  in  the  Chair. 

The  following  communications  were  read  : — 
1.  "  On  the  Os  pubis  oi Polacanthus  Foxi."   By  Prof.  H.  G.  Seeley, 
F.R.S.,  F.G.S. 
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2.  **  A  Comparison  of  the  Bed  Eocks  of  the  Sonth  Devon  Coast 
with  those  of  ^e  Midland  and  Western  Counties."  By  Prof.  Edward 
Hull,  LL.D.,  F.E.S.,  F.G.S. 

The  author  believes,  with  Dr.  Irving,  that  the  Bed  Bocks  of  Devon- 
shire are  representatives  of  the  Permian  and  Trias  which  occupy  so 
large  a  portion  of  the  district  bordering  Wales  and  Salop  and  which 
extend  into  the  Midland  Counties,  and  comments  on  the  remarkable 
resemblance  between  the  representative  beds  on  either  side  of  the 
dividing  ridge  of  Palaeozoic  rocks  which  underlies  £ast  Anglia  and 
emerges  beneath  the  Jurassic  strata  in  Somersetshire. 

He  believes  that  the  breccia  forming  the  base  of  the  series  in  the 
Torquay  district  is  a  representative  of  the  Lower  Permian  division, 
but  differs  from  Dr.  Irving  in  assigning  the  red  sandstones  and 
marls  of  Exmouth  to  the  Trias,  and  not  to  the  Permian  as  that 
author  has  done.  He  compares  them  with  the  Lower  Bed  and 
Mottled  Sandstones,  and  regards  the  Marls  as  of  local  origin,  thus 
causing  the  beds  to  diverge  from  the  normal  type. 

The  Budleigh  Salterton  Pebble-beds,  with  overlying  sandstones 
and  pebbly  beds,  he  assigns  to  the  horizon  of  the  Pebble-beds  of 
the  Midland  area,  and  points  out  that  fossils  of  Silurian  and 
Devonian  types  occur  in  the  pebbles  of  both  areas. 

The  Upper  Division  of  the  Banter  is  well  shown  at  Sidmouth,  and 
the  author  takes  a  calcareous  breccia,  two  feet  thick,  which  is  found 
in  the  clif&,  as  the  basement-bed  of  the  Keuper  division. 

3.  **  Supplementary  Note  to  the  Paper  on  the  *  Bed  Bocks  of  the 
Devon  Coast-section,'  Q.  J.  G.  S.  1888."  By  the  Bev.  A.  Irving, 
D.Sc.,  B.A.,  F.G.S. 

In  this  note  the  author  accepts  Prof.  Hull's  determination  (see 
above)  of  the  breccia  at  Sidmouth  as  the  base  of  the  Keuper,  and 
discusses  the  age  of  the  sandstones  containing  vertebrate  remains 
discovered  by  Messrs.  Whitaker,  Metcalfe,  and  Johnston-Lavis.  He 
brings  forward  evidence  in  support  of  his  view  that  these  are  really  of 
Upper  Banter  age,  notwithstanding  the  character  of  the  organisms. 

He  adds  new  material  in  support  of  his  contention  that  the  sand- 
stones and  marls  which  Prof.  Hull  assigns  to  the  Lower  Bunter  are 
really  Permian  ;  but  he  is  inclined  to  think  that  the  breccias  (in  part, 
at  least)  pass  laterally  into  the  saudstones,  and  do  not  underlie  them. 

From  this  it  follows  that  the  break  between  the  Permian  and  Trias 
of  Devon  is  marked  by  the  absence  of  the  Lower  Bunter  of  the  Mid-> 
lands,  and  the  author  quotes  remarks  of  Mr.  Ussher  in  support  of  his 
view  that  there  is  an  unconformity  at  the  base  of  the  Pebble-bed. 

In  conclusion  the  author  fefers  to  the  difficulties  of  ascertaining 
the  exact  age  of  the  breccias,  and  notes  that  we  cannot  prove  that 
the  highest  Carboniferous  beds  are  present  in  Devonshire.  He 
observes  that  there  is  no  valid  reason  why  the  great  breccia-sandstone 
series  of  Devon  should  not  be  the  true  equivalent  of  the  Lower  Both- 
liegendes  both  in  time  and  position  in  the  sequence,  and  that  some 
portions  of  them  may  be  even  older  than  the  Bothliegendes  of  some 
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districtB.  He  discusses  the  evidence  furnished  by  the  igneous  rocks, 
and  points  out  the  abnormal  position  both  for  the  British  and  Ger- 
man areas  which  these  would  occupy,  if  the  breccias  were  of  Triassic 
age. 


XY.  Intelligence  and  Miacellaneoua  Articles. 

ON  THE  CONCORDANCE  OF  ORTHOBARIC  CURVES  FOR  SOLUTIONS 
AND  HOMOGENEOUS  LIQUIDS.      BY  L.  NATANSON. 

T)B.OF.  Onne  Masson,  pursuing  the  line  of  inquiry  started  by 
-^  M.  van't  II off  with  such  success,  has  been  able  to  point  out  a 
remarkable  analogy  between  the  systems  formed  by  a  liquid  and  a 
saturated  vapour,  with  certain  solutions  partially  soluble  in  each 
other.  In  order  to  put  this  analogy  in  its  simplest  form,  let  us 
assume  that  vapours  are  solutions  of  matter  in  a  vacuum,  and 
liquids  solutions  of  vacuum  in  matter;  the  case  of  two  mutual 
solutions  in  equilibrium  will  then  become  the  general  case,  which 
will  comprise,  as  a  particular  case,  the  ordinary  equilibrium  of  a 
liquid  in  the  presence  of  a  saturated  vapour. 

From  this  point  of  view  the  author  inquires  whether  it  is  not 
possible  to  transfer  to  solutions  the  well-known  propositions  of 
van  derWaals  on  the  fundamental  relations  which  apply  to  various 
bodies  in  the  state  of  saturated  vapour.  For  this  purpose  he  has 
constructed  five  "orthobaric  lines,"  to  use  the  expression  of  Barasay 
and  Young — that  is  to  say,  curves  which  show  the  relation  of  the 
volumes  of  the  liquid  and  of  the  vapour  with  the  temperature, 
even  at  the  limits  of  saturation.  The  five  combinations  of  liquids 
which  have  been  chosen  are  those  whose  solubility  has  been  inves- 
tigated by  M.  Alexejeff,  and  the  thermal  expansion  of  which  may 
be  considered  as  known.  These  five  combinations  are  as  follows : — 
aniline  and  water,  aniline  and  sulphur,  isobutylic  alcohol  and  water, 
phenol  and  water,  essence  of  mustard  and  water.  The  considera- 
tion of  these  curves  gave  the  values  of  the  critical  elements,  that 
is  to  say  the  temperature  and  the  volume  of  unit  mass  at  the 
critical  point  of  the  solution.  These  values  were  then  adopted  as 
new  units ;  and  it  was  found  that  orthobaric  curves  referred  to  the 
respective  cntical  elements  agree  with  each  other,  the  differences 
peculiar  to  them  having  disappeared.  To  this  result  another  is 
attached.  The  orthobaric  curve,  which  is  unique  for  different 
solutions,  is  the  same  as  that  which  applies  to  homogeneous  bodies. 
This  conclusion  is  corroborated  by  the  calculation  of  orthobaric 
curves  for  ether,  from  Eamsay  and  Young  and  M.  Battelli ;  for 
methy lie  alcohol  and  ethylic  alcohol,  from  Ramsay  and  Young ;  lastly 
for  carbonic  acid  and  nitrogen  protoxide,  from  MM.  Cailletet  and 
Mathias ;  as  well  as  by  the  detailed  comparison  of  all  those  cunes 
with  those  which  liave  been  calculated  for  solutions. — Bulletin  de 
VAcademie  des  Sciences  de  Cracovie,  June  1891.  (Conimunicated  hy 
the  Author,) 
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EXTRACTS  FROM  REVIEWS. 


"  Ab  might  be  expected  from  Buch  an  experienced  and  enthusiastic  obeerrer  as  Mr. 
Denning,  this  book  is  thoroughly  practical.  He  is  not  contented  with  describing  the 
beauties  of  the  skies,  but  giTes  inTaluable  information  as  how  to  see  them  best.  To 
observers  of  limited  means  the  book  will  be  of  the  greatest  assistance,  both  in  the 
selection  and  use  of  tbeir  instruments.  The  book  is  full  of  important  practical  details. 
Every  one  who  uses  a  telescope  or  intends  to  use  one,  of  whatever  dimensions,  should 
read  Mr.  Denning's  book." — NcUure. 

"There  is  a  peculiar  interest  and  fascination  connected  with  the  subject  of 
Astronomy,  which  even  the  comparatively  uneducated  reader  cannot  but  feel,  and 
hence  there  exists  here  a  field  for  popular  presentation  which  is  hardly  equalled  in 
any  other  branch  of  science.  The  present  work  is  one  of  this  class,  and  is  fresh  in 
matter,  attractive  and  popular  in  s^le,  and  with  its  numerous  illustrations  cannot  fail 
to  bring  pleasure  and  instruction  to  all  who  use  it." — American  Journal  of  Science, 

Mr.  Denning  "writes  as  an  observer  of  skill  and  experience,  whilst  the  earl^  chapters 
on  the  invention,  history,  and  development  of  the  telescope  are  replete  with  mterest  to 
all,  but  especially  to  those  who  are  themselves  astronomical  observers." — Atkenaum, 

"  It  deserves  to  be  read  with  respect  and  attention  by  every  amateur  astronomer ;  nor 
can  the  task  prove  anything  but  a  pleasure  to  such  as  will  genially  commit  themselves' 
to  the  guidance  of  an  author  whose  arbitrary  dealings,  here  and  there,  with  language 
impart  a  certain  raciness  to  the  ready  and  animated  flow  of  his  discourse.  The  want, 
moreover,  of  such  an  unpretending  handbook  is,  we  believe,  genuinely  felt.  Many 
persons  are  the  possessora  of  telescopes  which  they  are  at  a  loss  how  to  employ. 
Intending  observers  cannot  do  better,  under  these  circumstances,  than  place  themselves 
under  Mr.  Denning's  guidance.  The  book  is  suitably  and  sufficiently  illustrated,  in 
large  measure  from  the  author's  original  drawings." — Saturday  Review,  May  23. 

*'  Mr.  Denning  is  universally  recognized  as  one  of  the  greatest  Uving  authorities  on 
the  subject  of  Meteoric  Astronomy.  A  work  from  his  pen  will  therefore  be  read  with 
much  interest  and  expectation  by  all  lovers  of  the  sublime  science,  and  his  readers  will 
not  be  disappointed.  This  is  a  very  interesting  and  valuable  work,  and  all  telescopists 
should  procure  a  copy  without  delay.** — Philosophical  Magazine  (J.  E.  Goek). 

*'  Mr.  Denning  is  so, well  known  as  a  patient  observer  of  meteors  and  comets  that 
a  work  from  him  on  observational  astronomy  will  be  looked  upon  with  special 
iniereet**— Knowledge. 

"  The  illustrations  are  numerous  and  well  executed  and  there  is  a  fairly  copious 
index.  Mr.  Denning's  work  will  we  truBt  have  n  large  circulation,  for  it  thoroughly 
deserves  it  The  book  would  make  an  admirable  addition  to  the  slielves  of  a  lending 
library.*' — Bristol  Times  and  Mirror. 

"  Since  the  appearance  of  Webb's  *  Celestial  Objects  for  Common  Telescopes*!  much 
doubt  if  any  work  more  useful  to  the  amateur  observer  (and  notably  to  the  beginner) 
has  appeared  than  *  Telescopic  Work  for  Starlight  Evenings.^  One  conspicuous  merit  of 
Mr.  Denuine's  excellent  book  lies  in  the  fact  that  it  is  obviously  written  by  a  man 
iK)Ssessing  the  most  thorough  personal  familiarity  with  the  objects  he  so  lucidly 
describes.^'— "/'.i?.ii.5."  in  English  Mechanic. 

"Mr.  Denning  has  written  in  a  straightforward  earnest  fashion  that  must  not  only 
make  many  difficulties  dear  to  his  readers  but  inspire  them  with  something  of  his  own 
determination  and  enthusiasm." — Observatory. 

*'  A  glance  at  its  table  of  contents  will  interest  any  reader  of  Astronomy  who  knows 
anything  of  the  Author's  abiHty  as  a  practical  astronomer  and  a  ready  writer  on 
general  astronomical  themes." — Sidereal  Messenger. 

"  Would-be  purchasers  of  telescopes  are  assisted  with  sound  advice,  would-be 
workers  with  telescopes  are  supplied  with  stimulating  suggeslions.** — Journal  of  the 
British  Astronomical  Association. 

*'  Mr.  Denning  is  one  of  the  keenest,  most  unwearying  observers  in  England,  and  the 
book  is  worthy  of  his  reputation." —  Weekly  Mail, 

Taylor  and  Fbancis,  Red  Lion  Court,  Fleet  Street,  E.G. 
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XVI.  On  ^A^  GeneralizcUions  of  Van  der  Waals  regarding 
^* Corresponding^^  Temperatures,  Pressures,  and  Volumes, 
By  Sydnby  Young,  -D./Sc,  Professor  of  Chemistry,  Uni- 
versity  College,  Bristol*, 

[Plates  L-m.] 

IN  his  dissertation  i?i^  Continvitdt  des  gasformigen  undfiAs-- 
sigen  Zustandes  (Roth's  translation,  Leipzig,  1881,  p.  128) 
Van  der  Waals  has  deduoed  the  following  generalizations  from 
his  fundamental  equation 


(p+5)(f-i)=R(l+««). 


If  the  absolute  temperatures  of  various  substances  be  propor- 
tional to  their  absolute  critical  temperatures,  their  vapour- 
pressures  will  be  proportional  to  their  critical  pressures,  and 
their  volumes,  both  as  liquid  and  as  saturated  vapour,  will  be 
proportional  to  their  critical  volumes. 

At  the  time,  however,  that  Van  der  Waals's  great  work  was 
published,  the  available  experimental  data  were  insufficient  to 
satisfactorily  test  the  accuracy  of  these  generaUzations. 

Since  then  the  conclusions  of  Van  der  Waals  have  been 
snbjected  to  a  lar^e  amount  of  criticism,  both  adverse  and 
favourable;  and  while  it  is  now  generally  recognized  that  the 
relations  between  the  temperatures,  pressures,  and  volumes  of 
liquids  and  gases  cannot  be  represented  by  so  simple  a 
formula  as  that  quoted  above^  it  has  nevertheless  been 
accepted  as  correct  by  some  authors,  who  have  made  it  the 
basis  of  further  generalizations. 

And  althongh  the  general  verdict  with  regard  to  the  strict 
accuracy   of  the   formula  itself  can   hardly   be   considered 

•  Commonicated  by  the  Physical  Society :  read  November  6, 1891. 
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favourable,  the  notion  of  "  corresponding  "  states  has  received 
wide  acceptance ;  and,  indeed,  the  generalizations  regarding 
corresponding  temperatures,  pressures,  and  volumes  might 
still  be  true  even  though  the  formula  on  which  they  were 
originally  based  required  some  alteration. 

In  order  to  study  the  relations,  for  instance,  between  the 
specific  volumes  of  different  substances,  determinations  were 
made  in  the  first  place  at  the  same  temperature,  generally  at 
0°  0. ;  later  on  it  was  considered  that  the  conditions  would 
be  more  uniform  if  the  cximparison  were  made  at  the  boiling- 

{oints  of  the  substances  under  normal  atmospheric  pressure. 
t  is  now,  however,  usually  admitted  that  in  order  to  obtain 
the  best  results  the  volumes  should  be  determined  at  "  corre- 
sponding" temperatures — ^that  is  to  say,  at  absolute  temperatures 
proportional  to  the  absolute  critical  temperatures  of  the  various 
bodies — or  at  their  boiling-points  under  corresponding  pres- 
sures— the  two  methods  of  comparison  being,  according  to 
Yan  der  Waals,  identical. 

During  the  last  four  yeiirs  I  have  been  engaged  in  a  research 
on  the  vapour-pressures  and  specific  volumes — ^both  in  the 
liquid  state  and  as  saturated  vapour — of  the  following  sub- 
stances:— ^benzene,  fluorbenzene,  chlorobenzene,  bromoben- 
zene,  iodobenzene*,  carbon  tetrachloride  and  stannic  chloride  f; 
the  vapour-pressures  and  specific  volumes  of  methyl),  ethyl  §, 
and  propyl  alcohols  II,  and  of  ethyl  etherK  have  also  been 
determined  by  Dr.  Bamsay  and  myself.  We  obtained  the 
same  constants  for  acetic  acid**  up  to  28(f;  and  I  have 
recently  extended  the  observations  with  this  substance  up  to 
the  critical  point  (ibid.  lix.  p.  903). 

The  methods  employed  for  the  determination  of  the  vapour- 
pressures  of  benzene  and  its  halogen  derivatives  and  for  the 
specific  volumes  of  these  bodies  in  the  liquid  state  were,  with 
slight  modifications,  the  same  as  those  made  use  of  by  Bamsay 
and  myself  in  our  researches  on  the  alcohols  and  ether. 

Carbon  tetrachloride,  however,  acts  on  mercury  at  high 
temperatures,  and  stannic  chloride  renders  it  unfit  for  use — 
though  the  chemical  action  is  very  slight — even  at  low  tempe- 
ratures ;  a  considerable  alteration  in  the  method  of  determining 
vapour-pressures  was  therefore  made  (Trans.  Chem.  Soc. 
lix.  p.  917). 

For  the  determination  of  the  specific  volumes  of  stannic 
chloride  in  the  liquid  state  and  of  all  the  substances  in  the 
condition  of  saturated  vapour  an  entirely  difierent  method  was 

•  Trans.  Chem.  Soc.  Iv.  p.  486,  and  lix.  p.  125.         t  Ibid.  lix.  p.  911. 
J  Phil.  Traiw.  clxxviii.  A,  p.  313.  §  Ibid.  1886,  part  i.  p.  123. 

H  IWd.  clxxx.  p.  137.  f  Ibid,  clxxviii.  A,  p.  67. 

•*  Trans.  Chem.  Soc.  xlix.  p.  790. 
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emphjedf  and  this  has  been  fally  described  in  the  Trans, 
Chem.  Soc.  1891,  p.  37.  This  method  is  i^nplicabje  to  sub-. 
stances  that  attack  mercnrj,  and  from  the  data  it  afFords  the. 
specific  volumes  both  of  liqnid  i^nd  saturated  vapour  may  be 
iudculated  ;  it  is  also  available  at  any  temperature  up  ip  the. 
critical  point.  A  modification  of  the  method  i^  described  ij\ 
the  Trans.  Chem.  Soc.  li^.  p.  929. 

The  object  of  this  paper  is  to  shQW  how  far  the  generaliza- 
tions of  Van  der  Waals  have  been  verified  by  the  experimental 
results. 

If  all  the  relations  ii^ere  strictly  true,  it  would  obviously 
make  no  difference  whedier  the  specific  (or  nlolec^lar)  volumes 
were  con^pared  at  corresponding  temperatures  or  correspond- 
ing pressures  ;  but  it  n^ay  be  stated  at  once  that  it  is  only  in, 
9  limited  number  of  cases  that^  when  the  absolute  temperatures 
are  prpportioiial  to  the  abso^lute  critical  temperatures,  the 
vapour-pressures  are  alsq  proportional  to.  the  critical  p;^flsures. 
\t  is  therefore  necessary  to  compare  the  various  substances, 
i^ot  only  ^t  corresponding  temperatures  but  also  at  corre-. 
spending  pressures.  The  best  mode  of  procedure  would  pro- 
bably be  to  give  the  temperatures,  pressures,  and  volumes  of 
each  sabstaAce  in  terms  of  the  critical  constants  of  that  body  ; 
hut  the  critici^l  volumes  of  only  a  fe^  of  the  compounds  have 
been  directly  determined,  and  it  has  therefore  been  necessary 
to  compare  the  various  substanccB  ^ith  one  of  then^  taken  as 
a  standard.  The  very  simple  relations^  observed  between  thei 
four  monohalogen  derivatives  of  benzene  (Trans.  Chejn.  Soc. 
].889,  p.  486),  and  the  fact  that  the  constants  of  fluorbenzene 
have  been  determined  up  to  the  critical  pqint,  render  that 
substance  the  most  suitable  for  the  purpose. 

The  experin^ental  data  and  the  ratios  calculated  from  them 
^re  given  in  the  fplIoMfing  tables. 

1.  Critical  constants — temperature,  pfessure,  volume. 
II.  Correspqnding  pr^s^ures. 
IIL  Corresponding  temperatures. 
iV.  Boiling-points  on  absolute  s.cale    at    correspquding 

pressures. 
V.  Vapourrpres^ures  at  corresponding  ten}peratures. 
Vlf  Molecular  vpliimes  of  liquids  ^t  corresponding  pres- 
^ure^. 
VII.  Molecular  voluiljes  qf  liquids  at  cprresppnding  iem-r 

peratures. 
VIII-  Mplecijlar    volumes  of  saturated  vapour  at  corre- 
sppnding  pressures. 
{X.  Moleciflar  volumes  of  saturated  vapour  at  correspond-? 

ing  temperatures. 
j^.  Ratios  of  absolute  temperatures  to  tbosp  of  fiuorben-^ 
zone  at  corresponding  pressures, 
M2 
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XI.  Ratios   of  Yapour-pressures  at  corresponding   tem- 
peratures. 
XII.  Batios  of  molecular  volumes  of  liquid  at  corresponding 
pressures. 

XIII.  Batios  of  molecular  volumes  of  liquid  at  corresponding 

temperatures. 

XIV.  Ratios  of  molecular  volumes  of  saturated  vapour  at 

corresponding  pressures. 
XV.  Ratios  of  molecular  volumes  of  saturated  vapour  at 

corresponding  temperatures. 
In  calculating  the  molecular  volumes  the  following  mole- 
cular weights  have  been  employed  : — 


OeH.P 
O.H^Ol 
OflH^Br 


98-8 
1122 
166-6 


OaHJ 
OeHe 


203-4 
77-84 
163-46 


SnOl^   259-3 

(O^H,),©  ...  73-84 
OH,OH    ...  31-93 


OaHjOH  ...45-90 
CattyOH  ...69-87 
CH3OOOH  59-86 


Table  I. — Critical  Constants. 


Subfitance. 

Formula. 

Temperature. 

Pressure, 
inmillim. 

Volume,  in  0.0. 

Centi- 
grade. 

Absolute. 

of  a  gram. 

Molecular. 

Fluorbenzene 

C«H,F. 
C-H,Ol. 
CeH,Br. 
OeH,I. 

cb?; 

SnCl,. 
OaH^OH. 

CHyOH. 

OH3COOH. 

286-55 

(448) 

288-5 

28316 

318-7 

194-4 

2400 

2431 

263-7 

321-6 

659-65 

(633) 

(670) 

(721) 

561-5 

656-15 

591-7 

467-4 

613-0 

6161 

636-7 

694-6 

33912 

(33912) 
(33912) 
^33912) 
36395 
34180 
28080 
27060 
59760 
47850 
38120 
43400 

2-43 

(2-34) 

(1-76) 

(1-47) 

2-82 

2-46 

233 
(262) 
(275) 
(298) 

219 

147 

Ghlorobenzone  

Bromobenzene  

lodobenzene  

BfinzcDO  .........  r ...  t .  T 

Carbon  tetrachloride 
Stannic  Chloride    ... 
Ether 

Methyl  Alcohol 

Ethyl  Alcohol  

Propyl  Alcohol 

Acetic  Acid    

The  brackets  indicate  calculated  values.  In  the  case  of 
chlorobenzene,  bromobenzene,  and  iodobenzene  the  critical 
temperatures  and  volumes  given  depend  on  the  assumption  that 
the  critical  pressures  are  equal.  The  critical  constants  of  chloro- 
benzene have  been  observed,  but  the  determinations  could  not 
be  made  with  the  same  degree  of  accuracy  as  those  of  fluor- 
benzene,  and  the  calculated  values  have  therefore  been  adopted 
in  this  paper.  The  observed  values  are : — temperature,  359*2 
to  359-45  ;  pressure,  33926  to  33998  millim. ;  molecular 
volume,  262  to  275  cubic  centim.  The  temperatures  given 
in  the  original  paper  (Trans.  Chem.  So<\  Iv.  p.  518)  are 
360-55-360-8 ;  but  the  boiling-point  of  mercury,  the  vapour 
of  which  was  employed  as  a  jacket,  has  since  been  shown  to 
be  lower  than  was  at  that  time  adopted. 
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The  degree  of  deviation  from  constancy  of  the  various 
ratios  is  indicated  by  the  values  given  at  the  foot  of  each 
table,  representing  the  ratio  of  the  highest  to  the  lowest  ratio 
in  each  vertical  cohinin.  These  values  are  collected  together  in 
Table  XVI.  (p.  171),  but  for  the  sake  of  greater  clearness  they  are 
given  as  percentage-differences  between  the  highest  and  lowest 
ratios  in  each  case,  the  lowest  ratio  being  always  taken  as  100. 

It  will  be  seen  that  the  halogen  derivatives  of  benzene  show 
very  much  smaller  deviations  from  constancy  than  the  other 
compounds ;  and  I  have  previously  suggested  (Trans.  Chem. 
Soc.  1889,  p.  486 ;  1891,  p,  125)  that  the  generalizations  of 
Van  der  Waals  do  hold  good  for  these  bodies,  in  which  case 
the  deviations  of  the  ratios  from  constancy  may  be  taken  as 
an  approximate  measure  of  the  experimental  errors  to  be 
expected  with  other  compounds.  It  must,  however,  be  ad- 
mitted that  the  mean  ratios  of  the  absolute  temperatures  differ 
sensibly  from  the  mean  ratios  of  the  molecular  volumes  of 
liquid,  though  they  should  be  identical  if  Van  der  Waals's 
generalizations  were  strictly  true,  while  the  errors  in  these 
determinations  are  probably  very  small.  Indeed,  in  the  com- 
parison of  bromobenzene  with  fluorbenzene  the  difference 
between  the  mean  ratios  amounts  to  1*5  per  cent.  (Table  XXI.), 
while  the  difference  between  the  highest  and  lowest  ratio  in 
either  case  is  only  0*2  per  cent.  (Table  XVI.).  It  is  pro- 
bable, therefore,  that  the  generalizations  of  Van  der  Waals  are 
not  quite,  though  very  nearly,  true  for  these  bodies. 

The  deviations  from  constancy  are  smallest  in  the  compa- 
risons of  the  absolute  temperatures  at  corresponding  pressures, 
and  of  the  molecular  volumes  of  liquid  at  corresponding  pres- 
sures and  temperatures  ;  and  this  is  no  doubt  to  be  expected, 
since  the  ratio  of  the  highest  to  the  lowest  absolute  tempera- 
ture or  volume  of  liquid  for  any  one  substance  does  not 
amount  to  8  : 1,  whereas  the  ratio  of  the  highest  to  the  lowest 
pressure  is  from  1700  to  10000  : 1,  and  of  the  highest  to  the 
lowest  molecular  volume  of  saturated  vapour  from  3*7  : 1  in  the 
case  of  iodobenzene,  where  the  range  is  limited,  to  2670  to  1 
with  acetic  acid.  It  is  also  impossible  to  determine  the 
volumes  of  saturated  vapour  with  anything  like  the  same 
degree  of  accuracy  as  the  volumes  of  liquid,  the  liability  to 
error  hy  the  new  method  being  especially  great  at  the  lowest 
temperatures. 

The  eleven  substances  which  are  compared  with  fluorben- 
zene may  be  arranged  in  three  groups  as  below : — 

1.  Chlorobenzene^  Bromobenzene^  Iodobenzene, — As  already 
pointed  out,  the  generalizations  of  Van  der  Waals  are  very 
nearly  true  for  these  bodies  when  compared  with  fluorbenzene. 

2.  Benzene,  Carbon  tetrachloride^  Stannic  chloride,  Ether, — 
With  these  substances  the  genera lizations  may    be  tiiken  as 
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rough  approximations  to  the  truth,  hut  the  deviations  of  the 
ratios  from  constancy  are  in  most  cases  much  too  large  to  be 
attributed  to  error  of  experiment. 

3.  l^he  three  Alcohols  and  Acetic  Acid. — The  majority  of  the 
generalizations  do  not  hold  good  at  all ;  the  deviations  of  the 
ratios  from  constancy  are,  however,  not  very  great  in  the  case 
of  the  molecular  volumes  of  liquid  at  corresponding  pressures 
and  temperatures. 

Discussion  of  the  Generalizations. 

1.  Corresponding  Temperatures  and  J^ressiires. — It  must,  I 
think,  be  concludea  that  the  statement  that  ^'  if  the  absolute 
temperatures  of  various  substances  are  proportional  to  their 
absolute  critical  temperatures  their  vapour-pressures  will  be 
proportional  to  their  critical  pressures  has  not  been  proved 
by  experiment  to  be  true  except  in  a  very  limited  number  of 
cases;  indeed,  when  the  alcohols  and  acetic  acid  are  compared 
with  fluorbenzene,  the  statement  is  quite  wide  of  the  mark. 
It  follows,  therefore,  that  in  the  comparison  of  the  molecular 
volumes  the  ratios  at  corresponding  pressures  must  differ  from 
those  at  corresponding  temperatures. 

2.  Molecular  Volumes  of  Liquid. — ^The  deviations  of  the 
ratios  from  constancy  are  smaller  in  this  case  than  in  any  of 
the  others,  but  are  certainly  not  within  the  limits  of  experi- 
mental error.  The  comparisons  at  corresponding  pressures 
seem  to  be  somewhat  better  on  the  whole  than  at  corresponding 
temperatures,  but  the  difference  is  not  very  marked. 

3.  Molecular  Volumes  of  Saturated  Vapour. — At  corre- 
sponding pressures  the  deviations  from  constancy  are  within 
tne  limits  of  experimental  error  in  the  case  of  ether  and 
stannic  chloride,  and  are  relatively  small  for  benzene  and 
carbon  tetrachloride. 

There  can  be  no  doubt  that  with  the  saturated  vapours  the 
comparisons  at  corresponding  pressures  are  very  much  better 
than  at  corresponding  temperatures  ;  and  it  may  therefore  be 
concluded  that  it  is  better  to  compare  the  molecular  volumes 
both  of  liquid  and  of  saturated  vapour  at  corresponding 
pressures  than  at  corresponding  temperatures. 
Saturated  Vapours. 

It  has  been  pointed  out  (Trans.  Chem.  Soc.  1891,  p.  137) 
that  if  the  generalizations  of  Van  der  Waals  were  strictly  true, 
it  would  follow  that  the  ratios  of  the  actual  densities  of  the 
saturated  vapours  of  different  substances  to  their  theoretical 
densities  should  be  equal  at  corresponding  pressures  ;  and  as 
this  method  of  comparison  is  a  verv  convenient  one  I  have 
thought  it  worth  while  to  tabulate  the  ratios,  although  it  has 
already  been  shown  that  the  relation  cannot  be  strictly  true. 
The  values  for  benzene  and   its   halogen    derivatives   have 
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already  been  published  (loc.  cit.)  ;  but  there  are  one  or  two 
obvious  smaU  irregularities^  and  I  have  therefore  mapped  the 
ratios  against  temperature  and  constructed  curves  for  each 
substance  (Plate  I.) .  The  smoothed  values  read  from  the 
curves  are  given  in  this  paper^  and  the  molecular  volumes  of 
saturated  vapour  have  also  oeen  recalculated  from  the  density 
ratios.  The  same  method  of  procedure  has  been  adopted  with 
the  other  substances. 

The  close  similarity  in  the  behaviour  of  the  halogen  deri- 
vatives of  benzene  and  the  approximate  agreement  in  the  case 
of  the  members  of  Group  II.  is  very  clearly  shown  in  Table 
XVII. 

It  is  generally  admitted  that  gaseous  acetic  acid  at  low 
temperatures  contains  molecules  more  complex  than  those 
corresponding  to  the  ordinary  formula  C2H4OS,  and  from  the 
very  high  density  at  the  critical  point  it  would  appear  that 
many  of  these  complex  molecules  have  escaped  dissociation 
even  at  this  high  temperature. 

It  vrill  be  seen  that  with  the  alcohols  the  differences  from 
the  other  substances  become  generally  more  marked  as  the 
critical  point  is  approached.  At  the  highest  pressure  the 
vapour-density  of  methyl  alcohol  is  very  distinctly  higher 
than  that  of  any  member  of  the  first  or  second  groap  at  the 
corresponding  pressure  ;  and  this  fact  appears  to  favour  the 
conclusion  of  M.  Guye  and  others,  that  some  of  the  molecules 
of  methyl  alcohol  at  the  critical  point  and  in  the  liquid  state 
at  all  temperatures  are  more  complex  than  in  the  ordinary 
gaseous  state.  On  the  other  hand,  by  a  comparison  of  the 
densities  of  the  saturated  vapours  of  acetic  acid  with  those  of 
the  alcohols  and  ether,  Dr.  Kamsay  and  I  were  led  to  the  con- 
clusion that  the  molecules  of  ordinary  substances,  including 
the  alcohols,  are  not  more  complex  in  the  liouid  than  in  the 
gaseous  state.  This  conclusion,  so  far  as  tne  members  of 
&roups  I.  and  II.  are  concerned,  is  strengthened  by  the  results 
given  in  the  preceding  Table  ;  but  it  is  certainly  weakened 
to  some  extent  in  the  case  of  the  alcohols,  or  at  any  rate  of 
methyl  alcohol. 

There  is  no  doubt  that  these  bodies  do  show  marked  differ- 
ences in  many  of  their  properties  from  the  majority  of  com- 
pounds; and  the  most  plausible  explanation  of  these  differences 
seems  to  be  the  existence  of  complex  molecules  in  the  liquid 
state,  although  there  is  ample  proof  that  they  are  not  present 
in  the  saturated  vapours  at  low  temperatures. 

As  the  alcohols  differ  so  widely  from  other  substances,  it  is 
of  interest  to  find  whether  the  relations  of  Van  der  Waals  hold 
good  when  thev  are  compared  among  themselves.  I  have 
therefore  calculated  the  ratios  of  the  absolute  temperatures, 
pressures,  and  volumes  of  ethyl  and  propyl  alcohol  to  methyl 
alcohol  and  of  propyl  alcohol  to  ethyl  alcohol.  The  results 
are  given  in  tho  following  Tables :—  Digitized  by  V^OOg Ic 


176 


Prof.  Sydney  Touog  on  the 


(2 


O 
> 

3 

J 

O 


o  o 


OIO 


^ 


s     g 


i  I 


s 


I 


g'op 


WW 

w^w 


CX)OSO>^'-«©«'NCCOt*O»CP0Ot»COpHf-l"^C0^«05» 


aoaooQooauaO(XjQ6xa6QOaoQC;aoqDqp<X)Qp0^ao 


Wm 

w«w 


I, 
s 

5 

3 

I 


53  w 


<56oi>9<?9©99'?9PvOOooc5c5c5doo 


W  a 


o 


ggSSSSS 


i-l  »-i  <.S  CQ  rr  ^ 


)  L-«  S  S  (N  O  ^  ^ 


>Q01 

>  O  i-H 

)C0§5 


CI 


I 


.35    «5 

o 
o 


I 


o 


Digitized  by 


Google 


Generalizations  of  Van  der  Waals. 


177 


£ 

PU 

a 

H 

a 

§ 


o 
o 


o 


I 
1 

I 


I 

s 


73 

cr 
S 

a 

I 


^ 


o;o 


m 
o 
. « 


s 


93  CO  00  CO  CQ  p5  OQ 


OOQOQOiOOO-<COiO^O*-lb-COO^»OQ^'-C 
(NCS(M?l<N(NCNC^«««COCCqpWCOCOCjCOC 


•C0Tt<C0C0S000'^iG,OQ3'»O2jCTr'2»O-5 


•  aoooooaoQOQOOOacaOQOODQOaOQO 


^  dS  dS  Ot  QOOO 


•  21223l2123!«^2r2i212I2l2i2I^3i3l21 


o 

J2 


o 

•a 


I— • 
H 

n 


mm 


O'O 


^_1 


«005P«woQ    •co^e30^cococ3»-oaT»<pTt<^ 


•  CO  00  t^  <M  CO  CO     •  »C  i— op  t- t- »Ci-i  »C  ^  (M  »«  b- Q  Q  i-« 


§ 


Digitized  by 


Google 


178 


Prof.  Sydney  Young  on  the 


The  percentage  difference  between  the  highest  and  lowest 
ratios  in  tlje  various  comparisons — including  those  with  fluor- 
benzene — ^are  given  in  the  following  Table  :  — 

Table  XX. 


0H«OH 

0,H,OH 

0,H,OH 

0,H,OII 
CH3OH 

O3H7OH 
CH.OH 

OgH.OH 

CeH.F 

Ahflolute  temperatures  at  cor- ) 
resDondinfiT  Dreasures 

10-5 

3910 

3-5 

3-2 

12-9 
157-0 

13-8 

602-0 

4-1 

3-0 

130 
220-4 

14-6 

1035-0 

3G 

3-4 

11-5 
211-0 

5-0 

65-8 

1-2 

0-9 

4-0 
395 

4-0 

136-2 

1-3 

1-8 

5-7 
30-6 

1-5 

27-6 

1-2 

1-5 

6-3 
12-9 

Vapour-preasures    at    corre- 
sponding temperatures 

Molecular  Tolutnes  of  liquid' 
at  corresponding  pressures 

Molecular  Toiumes  of  liquid  at 
corresponding  temperatures 

Molecular  volumes   of   satu- 
rated vapour  at  correapond- 
ing  pressures  ...*•• 

Molecular   volumes  of   satu- 
rated vapour  at  correspond- 
ing temperatures   J 

When  the  alcohols  are  compared  with  one  <another^  the  devia- 
tions of  the  ratios  from  constancy  are  much  smaller  than  when 
fluorbenzene  is  taken  as  the  standard  substance,  but  they  are 
still  far  outside  the  limits  of  experimental  error.  It  may, 
perhaps,  be  said — as  with  the  members  of  Group  II.  in  the 
comparisons  with  fluorbenzene — that  the  generalizations  offer 
a  rough  approximation  to  the  truth. 

Here,  again,  the  comparison  of  the  molecular  volumes  of 
saturated  vapour  at  corresponding  pressures  is  very  much 
more  satisfactory  than  at  corresponding  temperatures. 

In  the  Philosophical  Magazine  for  November  1890,  p  417, 
it  was  pointed  out  by  Prof.  Orme  Masson  that  the  ratio  of  the 
molecular  volumes  (in  the  liquid  state)  of  any  two  members 
of  certain  groups  of  nearly  related  ciirbon  compounds,  at  their 
boiling-points  under  equal  pressure,  is  equal  to  the  ratio  of 
those  boiling-points,  expressed  on  the  absolute  scale  of  tem- 

perature,  or  ^,  —  rp/  • 

In  the  same  number  of  the  Philosophical  Magazine  (p.  423) 
I  showed  that  Masson's  relation  is  a  special  case  of  a  more 
general  one  which  should  hold  good  if  the  generalizations  of 
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Van  der  Waals  were  strictly  true.  This  relation  may  be 
expressed  by  the  equations 

where  v  and  t/  are  the  molecular  volumes  of  saturated  vapour, 
V  and  V  those  of  liquid,  and  T  and  T'  the  boiling-points  on 
the  absolute  scale  of  any  two  substances  at  corresponding 
pressures  p  and  p\ 

When  the  critical  pressures  are  equal  p  =y  and  the  equa- 
tions become 

t^  _  V  ^  T 
t;'~"V'      T' 

or  the  molecular  volumes,  whether  of  liquid  or  saturated 
vapour,  at  the  boiling-points  under  equal  pressure  are  pro- 
portional to  the  boiling-points  expressed  on  the  absolute  scale. 

That  the  relation  cannot  bo  strictly  true  when  the  critical 
pressures  are  different  is  obvious,  since  it  is  not  generally  true 
that  the  vapour-pressures  at  corresponding  temperatures  are 
corresponding  pressures.  It  is  still  possible,  however,  that 
the  relation  may  be  true  for  the  critical  temperatures,  pres- 
sures, and  volumes.  Unfortunately,  the  critical  volumes 
have  only  been  determined  in  a  few  cases,  but  it  has  been 
shown  that  the  ratios  of  the  molecular  volumes  at  correspond- 
ing pressures  do  not  vary  within  very  wide  limits  ;  and  it  is, 
therefore,  possible  to  test  the  relation  in  a  limited  form,  taking 
the  critical  temperatures  and  pressures  and  the  mean  ratios  of 
the  molecular  volumes  at  corresponding  pressures. 

A  preliminary  comparison  was  given  in  the  paper  referred 
to,  but  it  was  very  incomplete,  and  there  was  a  small  error  in 
some  of  the  calculations  owing  to  the  misplacement  of  a  figure 
in  the  critical  pressure  of  fluorbenzene,  which  was  given  as 
33190  instead  of  33910. 

As  the  experimental  results  have  been  considerably  extended 
since  that  time  and  now  include  the  molecular  volumes  of  the 
saturated  vapours,  it  is  possible  to  give  the  Table  in  a  com- 
plete form. 
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Table  XXI. 

T      »' 
Comparison  of  Values  of  ny  x^    with  Mean  Ratios  of 

Molecular  Volumes  at  corresponding  Pressures. 


Mean  Ratios  of 

Molecular  Volumes. 

Percentage 

Substances  compared. 

T      p' 

difference  between 

r^]J 

highest  and  lowest 

Liquid. 

Saturated 
Vapour. 

of  the  three  values. 

C                  

M308 

11246 

1-137 

M 

C                  

1  1974 

llh02 

1-189 

16 

C                         

1-28&4 

1-2772 

1282 

0-9 

C                  

10589 

10495 

1047 

M 

0                 

11394 

11358 

1132 

07 

C                          

1(^760 

10822 

1080 

0« 

0                  

•9351 

•9439 

•946 

1-2 

C                          

•98(U 

10195 

•993 

3-4 

S                          

1-2771 

1-2793 

1-282 

0^4 

((                         ^  

1-0468 

1-0342 

1-038 

12 

C                         

•5203 

•4228 

•507 

23-1 

C 

•6637 

•6153 

•676 

9-9 

0 

•8533 

•7996 

•859 

7-4 

C                                                    ;F        ... 

•8303 

•6342 

•593 

40-0 

C                         [ 

1-2564 

14534 

1-329 

157 

C                         [  

1-6401 

1-8890 

1693 

15-2 

C                         H 

13054 

1-2999 

1274 

25 

For  the  halogen  doriTatiyes  of  benxene^=^'. 

It  will  be  seen  that  the  differences  between  the  three  values 
are  not  very  great,  except  in  the  comparisons  of  the  three 
alcohols  and  acetic  acid  with  fluorbenzene,  and  of  ethyl  and 
propyl  alcohol  with  methyl  alcohol.  In  the  other  cases, 
including  the  comparison  of  propyl  with  ethyl  alcohol,  tho 
relation 

v'     Y'     V     p 

may  be  considered  as  approximately  true  with  the  limitations 
already  stated. 

The  two  substances — methyl  alcohol  and  acetic  acid,  and 
to  a  small  extent  ethyl  and  propyl  alcohol — ore  clearly  ex- 
ceptional in  their  behaviour,  and  it  is  of  interest  to  note,  in 
comparing  these  substances  with  fluorbenzene,  that  whilo 
with  acetic  acid  the  ratios  of  the  molecular  volumes  both  of 
liquid  and  saturated  vapour  are  very  low,  with  methyl  alcohol 
it  is  only  in  the  liquid  state  that  this  is  to  be  observed.     This 
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may  again  point  to  the  existence  of  complex  molecules  of 
acetic  acid  in  both  the  h'quid  and  gaseous  states,  but  of  methyl 
alcohol  in  the  liquid  sttite  only,  except  possibly  very  near  tte 
critical  point. 

With  ethyl  and  propyl  alcohols  the  ratios  of  the  molecular 
volumes  of  liquid  to  those  of  fluorbenzene  are  also  low,  though 
not  nearly  to  the  same  extent  as  with  methyl  alcohol. 

Ifote  on  the  Determination  of  Critical  Constants, 

Of  the  three  critical  constants,  temperature,  pressure,  and 
volume,  the  first  is  the  most  easily  determined,  for  by  em- 
ploying as  heating-agents  the  vapours  of  pure  liquids  boiling 
under  known  pressures,  the  temperature  is  perfectly  under 
control  and  is  easily  measured.  Moreover,  the  presence  of  a 
very  small  amount  of  impurity  does  not  influence  the  critical 
temperature  of  a  substance  to  nearly  the  same  extent  as  the 
critical  pressure. 

The  critical  pressure  may  also  as  a  rule  be  determined 
without  very  much  difficulty,  provided  that  absence  of  impurity 
is  ensured,  but  this  point  is  of  the  utmost  importance.  In 
the  case  of  substances  that  attack  mercury  at  high  tem- 
peratures, such  as  carbon  tetrachloride  and  stannic  chloride, 
the  ordinary  method  of  operation  requires  modification,  and 
the  calculations  become  more  laborious,  but  otherwise  the 
difficulty  is  not  greatly  increased. 

The  determination  of  the  critical  volume  of  a  substance, 
even  when  perfectly  pure  and  without  action  on  mercury, 
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is,  however,  a  much  more  difficult  matter.     That  this  is  so  is 
evident  from  the  form  of  the  curves  representing  the  relation 
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of  the  volumes  of  liquid  and  of  saturated  vapour  to  the  tem- 
perature or  pressure,  as  shown  in  the  accompanying  diagrams 
constructed  from  the  results  with  ethyl  alconol. 

A  very  small  alteration  of  temperature,  such  as  0*1*^,  at  or 
just  below  the  critical  point,  produces  a  considerable  alteration 
in  the  volume  ;  therefore  in  order  to  obtain  a  direct  reading  of 
the  critical  volume  it  is  necessary  that  the  substance  shall  be 
exactly  at  its  critical  temperature. 

I  have  assumed  that  a  substance  is  in  this  state  when  on 
rapidly  increasing  the  volume  somewhat  above  the  critical 
volume  the  fall  of  temperature  due  to  the  expansion  causes 
a  momentary  separation  of  liquid  and  vapour. 

In  order  to  determine  the  critical  volume,  I  note  the  position 
of  this  temporary  mark  of  division  and  then  diminish  the 
volume  sliglitly.  After  waiting  a  few  minutes  for  the  tem- 
perature to  become  constant  again,  I  increase  the  volume  very 
slightly  but  rapidly,  and  again  note  the  position  of  the  mark 
of  division,  which  is  now  nearer  to  tne  top  of  the  tube. 
Proceeding  in  this  way  it  is  possible  under  favourable  con- 
ditions to  make  the  substance  occupy  such  a  volume  that  a 
very  slight  but  rapid  expansion  gives  a  temporary  mark  of 
division  of  liquid  and  vapour  almost  exactly  at  the  top  of  the 
tube.  This  volume  I  take  to  be  the  critical  volume,  and  I 
have  succeeded  in  determining  it  directly  in  the  case  of 
benzene,  fluorbenzene,  and  acetic  acid  ;  while  with  chloro- 
benzene,  for  which  mercury  vapour  was  employed  as  a  jacket, 
it  was  only  possible  to  obtain  a  rough  approximation  to  the 
true  volume  on  account  of  the  slight  unsteadiness  of  the 
temperature. 

T^e  critical  volumes  of  the  other  substances  may  probably 
be  ascertained  with  fair  accuracy  in  the  following  manner  : — 

At  low  temperatures  and  pressures  the  ratios  of  the  mole- 
cular volumes  of  liquid  and  saturated  vapour  of  any  one 
substance  to  those  of  fluorbenzene  at  corresponding  tem- 
peratures and  pressures  differ  somewhat  widely  as  a  rule,  but 
as  the  critical  point  is  approached  the  difiPerences  diminish 
and  at  the  critical  point  itself  all  four  values  should,  of  course, 
be  identical.  It  follows,  therefore,  that  by  mapping  the  ratios 
against  temperature,  four  straight  lines  or  curves  should  be 
obtained,  which,  when  produced,  should  cut  one  another  at  the 
critical  temperature,  and  the  point  of  intersection  should  give 
the  ratio  of  tne  molecular  critical  volume  to  that  of  fluorbenzene. 

It  will  be  seen  from  the  accompanying  diagrams,  figs.  3  to  6, 
Plates  II.  &  III.,  that  in  the  case  of  benzene  and  acetic  acid  the 
four  curves  do  very  nearly  cut  one  another  at  the  critical 
temperature,   and   the   ratios   of  the   critical   volumes  thus 
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obtained  agree  very  well  with  those  calculated  from  the 
experimental  results.  The  other  substances  will  be  considered 
in  their  order. 

Halogen  Derivatives  of  Benzene, — Accurate  determinations 
of  the  volumes  of  liquid  have  been  obtained  only  up  to  280°, 
but  the  ratios  are  very  nearly  constant  and  are  practically 
identical  at  corresponding  temperatures  and  pressures ;  the 
extrapolation  may  therefore  be  considered  justifiable.  In  the 
case  of  chlorobenzene  a  few  approximate  determinations  have 
been  made  near  the  critical  temperature  ;  they  give  slightly 
higher  ratios  than  those  at  lower  temperatures,  and  agree 
rather  more  closely  with  the  mean  ratio  of  the  absolute 
temperatures  at  corresponding  (equal)  pressures. 

The  molecular  volumes  of  the  saturated  vapours  give 
generally  higher  ratios  than  those  of  the  liquid;  this  may 
be  partly  due  to  experimental  error;  but  as  the  deviations  are 
nearly  all  in  the  same  direction,  it  seems  hardly  justifiable  to 
attribute  them  entirely  to  this  cause.  It  is  evidently  impos- 
sible to  make  use  of  these  ratios  in  determining  the  critical 
volumes ;  but  the  mean  ratios  of  the  molecular  volumes  of 
liquid  may  probably  be  relied  on  to  give  fairly  accurate  results 
(Trans.  Chem.  Soc.'lv.  p.  517). 

Carbon  Tetrachloride, — As  the  observations  extend  to  within 
a  few  degrees  of  the  critical  temperature,  there  does  not  seem 
to  be  much  room  for  error. 

Stannic  Chloride. — ^The  molecular  volumes  of  saturated 
vapour  cannot  be  made  use  of,  as  the  results  at  the  highest 
temperatures  are  a  little  doubtful  owing  to  slight  decomposition 
of  the  substance  ;  considerable  extrapolation  would  also  be 
necessary.  The  ratios  for  the  liquid  state  give,  however,  very 
nearly  straight  lines,  which  may  therefore  probably  be  extra- 
polated without  much  error. 

Eilier. — The  four  curves  would  evidently  be  very  close 
together  at  the  critical  temperature,  but  as  the  results  with 
the  saturated  vapour  are  somewhat  irregular  it  seems  best  to 
rely  only  upon  those  with  the  liquid. 

Methyl  Alcolwl. — In  this  case  the  curves  for  the  liquid  state 
do  not  seem  to  agree  well  with  those  for  the  saturated  vapour; 
I  have  taken  the  mean  value,  but  it  is  evidently  open  to  some 
doubt. 

Ethyl  and  Propyl  Alcohols, — The  agreement  is  better  with 
these  alcoholS;  but  the  volumes  of  saturated  vapour  are  some- 
what irregular  near  the  critical  point. 

Acetic  Add, — The  four  curves  meet  very  satisfactorily  at 
the  critical  temperature. 

The  mean  ratios  of  the  molecular  volumes  to  those  of  fluor- 
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benzene  are  given  in  the  following  Table,  together  with  the 
molecnlar  and  specific  critical  volumes  calculated  from  them, 
taking  the  observed  critical  volume  of  fluorbenzene  as  correct. 
For  the  sake  of  comparison  the  specific  volumes  directly 
observed  and  also  those  previously  adopted  by  Ramsay  and 
myself  are  given. 

Table  XXII. 


Substance. 

Mean 
BAtio. 

Molecular 
Volume. 

Calculated. 

Specific  Volume. 

Calculated. 

Observed. 

Rtimeay 
and  Young. 

OfllLF   

11246 

11802 

1-2772 

•944 

1^010 

1-290 

1-047 

•440 

•620 

•800 

•630 

2li2 
275 
298 
220 
235 
301 
244 
103 
144 
186 
147 

*2'ii 
1-76 
1^47 
2-83 
153 
116 
3-30 
3-21 
315 
3-11 
2-45 

2-43 
2-34-2-45 

*282 
'2-46 

...... 

'i'oo 

3-7 
3-5 
3-6 

CJT.Ol  

0«H,Br 

c«h:i   

o!h' 

OOI4   

SnOl. 

Wt:.:z 

CAOH    

C.H^OH    

CH3COOH    ... 

It  will  be  seen  that  the  values  for  benzene  and  acetic  acid, 
calculated  from  the  mean  ratios,  agree  very  well  with  those 
directly  observed,  and  this  may  be  taken  as  evidence  in  favour 
of  the  accuracy  of  the  method  of  direct  measurement  adopted. 
On  the  other  hand,  the  calculated  values  for  ether  and  the 
alcohols  are  considerably  lower  than  those  previously  given 
by  Bamsay  and  myself.  But  it  may  be  pointed  out  that  the 
critical  temperature  of  ether  was  almost  certainly  slightly 
underestimated,  owing  to  the  employment  of  the  vapour  of 
methyl  salicylate  as  a  jacket.  There  is  no  reason  to  suspect 
any  error  in  the  determination  of  the  critical  pressure  ;  and 
if  the  constants  for  Biot's  formula  be  taken  as  correct,  the 
calculated  temperature  corresponding  to  the  critical  pressure 
would  be  194*4  instead  of  193'8,  and  the  higher  value  agrees 
well  with  a  more  recent  determination  by  Bamsay,  who  in 
this  case  employed  the  vapour  of  quinoline  as  a  jacket.  The 
correction  of  the  critical  temperature  of  ether  would  give  a 
lower  value  to  the  critical  volume. 

Again,  Professor  Tait  has  recently  made  an  exhaustive 
mathematical  investigation  of  the  relations  of  pressure,  tem- 
perature, and  volume  of  several  substances,  including  ether, 
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and  he  has  pointed  out  that  the  critical  temperature  is  pro- 
bably a  little  higher  than  198*8,  and  that  the  critical  volume 
of  tnis  substance  is  certainly  lower  than  4  cubic  centim.,  and 
is  more  probably  about  3*5  cubic  centim.,  a  value  that  agrees 
fairly  weU  with  that  calculated  by  the  method  described. 

In  the  case  of  the  alcohols  the  critical  volumes  given  by 
Bamsay  and  myself  were  estimated  by  inspection  of  the 
curves  representmg  the  relation  of  the  specinc  gravities  of 
liquid  ana  saturated  vapour  to  the  temperature,  and  of  the 
specific  volumes  to  the  pressures,  and  they  were  admittedly 
only  approximate  values. 

M.  Guye  has  shown  {Compies  RenduSy  cxii.  p.  1257)  that 
an  approximate  relation  exists  between  the  critical  tempera- 
ture, pressure,  and  volume  of  a  substance  and  its  theoretical 
vapour-density  compared  with  air.  This  is  expressed  by  the 
equations 

^__,,,c^        he        ^    M 
^"■^^*^7r(1070  +  ^)      28-87^ 

where  S  is  the  specific  gravity  at  the  critical  point  compared 
with  water  at  4  ,  0  the  absolute  critical  temperature,  ir  the 
critical  pressure,  and  M  the  molecular  weight*  The  critical 
volumes  of  ether  and  the  alcohols  previously  given  by 
Bamsay  and  myself  are  certainly  in  better  agreement  with 
this  relation  than  those  which  1  now  find  ;  but  it  may  be 
mentioned  that,  with  the  exception  of  iodobenzene^  all  the  sub- 
stances referred  to  in  this  paper  give  somewhat  higher  values 

M 
of  d  than  the  quotient  -^^^  if  the  molecular  volumes  in 

Table  XXII.  be  taken  as  correct. 

It  may,  I  think,  be  safely  stated  that  the  true  critical 
volumes  are  not  lower  than  those  directly  observed,  but  it  is 
possible  that  they  may  be  a  little  higher.  It  is  therefore 
perhaps  too  much  to  say  that  the  values  given  in  the  table 
are  definitely  established,  but  I  am  inclined  to  think  that  they 
may  be  accepted  as  fairly  close  approximations  to  the  truth. 

If  that  is  so,  it  would  appear  from  Table  XVII.  that  tlic 
ratio  of  the  actual  critical  density  to  the  theoretical  density  is  for 
very  many  substances  about  4'4.  Ethvl  and  propyl  alcohol 
give  somewhat  higher  values,  while  for  methyl  alcohol  and 
acetic  acid,  especially  „  the  latter,  the  ratios  are  extremely 
high. 
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XVII.  The  Construction  of  Non-inductive  Resistances, 

By  Prof.  W.  E.  Ayrton,  F.R.S.,  and  T.  Mathbr*. 

[Plate  IV.] 

WITH  aU  electric  methods  devised  for  measuring  the 
power  given  hy  a  varying  current  to  a  circuit  that 
may  possess  inductance  or  capacity  it  is  necessary  to  employ 
a  resistance  which  shall  have  zero  inductance,  consequently  it 
is  important  to  consider  how  such  resistances  may  most  easily 
he  made. 

If  the  inductance  of  this  nominally  non-inductive  resistance 
be  not  zero,  the  error  thus  introduced  into  the  measurement 
can  still  be  made  relatively  unimportant  if  the  time-constant 
of  this  portion  of  the  circuit  be  made  small.  For,  as  shown 
by  Dr.  Sumpner  and  one  of  us,  in  a  paper  f  read  before  this 
Society  on  June  12th  of  this  year,  the  following  proportion 
holds  true  in  all  the  nine  methods  of  measuring  power  there 
considered:  — 

the  watts  as  measured  ^  1  +  tan  6 .  tan  <f> 
the  true  watts         ""       1  +  tan^  ^     ^ 

where  0  and  6  are  the  angles  of  phase-difference  between  the 
current  and  the  P.D.  for  the  circuit  the  power  given  to  which 
we  desire  to  measure,  and  for  the  auxiliary  circuit  respectively. 

Now  for  any  given  configuration  of  a  circuit,  the  time- 
constant  will  be  the  smaller  the  higher  the  specific  resistance 
of  the  conductive  material ;  hence  it  is  v^ry  desirable  to  use  a 
material  of  high  specific  resistance,  like  carbon.  For  this 
reason,  glow-lamps  constitute  valuable  small  time- constant 
resistances,  but  carbon  has  the  disadvantage  that  its  resistance 
varies  rapidly  with  temperature.  Hence,  since  with  the 
methods  of  measuring  power  referred  to  it  is  necessary  to 
know  the  resistance  of  the  non-inductive  circuit  at  the  moment 
of  making  the  measurement,  it  follows  that  if  carbon  be 
employed  an  extra  measurement  has  to  be  made. 

When  the  non-inductive  resistance  is  put  in  series  with  the 
circuit  the  power  given  to  which  we  desire  to  measure,  as,  for 
example,  with  the  three-voltmeter  method  of  measuring  power, 
a  measurement  of  the  resistance  of  the  glow-lamps  merely 
means  the  reading  of  an  extra  instrument  at  the  moment  the 
power-test  is  made  ;  but  when  the  two  circuits  are  joined  in 
parallel,  as,  for  example,  with  the  one-voltmeter  and  two- 
ammeter  method  of  measuring  power,  a  measurement  of  the 

*  Communicated  by  the  Physical  Society :  read  June  26. 1891. 
t  ''Alternate  Ourrent  and  Potential   I)ifference   Analogies    in  the 
Methods  of  Measuring  Power,  '  Phil.  Mag.  August  1891,  p.  2(>4. 
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resistance  of  the  glow-lamps  cannot  be  made  simultaneonsly 
with  the  power-test,  since  to  do  this  would  require  the  intro- 
duction of  an  ammeter,  and  therefore  of  inductance,  into  the 
circuit,  which  should  be  non-inductive. 

Further,  carbon  is  unsuitable  for  portable  resistances  on 
account  of  its  brittle  nature.  Platinoid,  on  the  other  hand, 
is  flexible,  has  a  low  temperature-coefficient,  and  a  high 
specific  resistance,  though  not  of  course  nearly  as  high  as 
that  possessed  by  carbon.  Platinoid  therefore  appeared  to 
us  to  be  the  best  material  to  employ  in  the  construction  of 
non-inductive  resistances  to  be  used  for  power-tests. 

It  is  well  known  that  a  wire  doubled  on  itself  has  a  very 
small  inductance,  which  approximates  to  3'77  times  the  total 
length  of  the  wire  in  centimetres  as  the  parts  approach  each 
other.  This  value  can,  as  Maxwell  pointed  out,  be  reduced 
by  using  flat  strips  instead  of  round  wires  ;  and,  if  the  strips 
be  bare  and  be  placed  vertically,  it  is  clear  that  the  cooling 
action  will  be  considerable,  so  that  relatively  strong  currents 
will  produce  but  little  rise  in  temperature  or  increase  of 
resistance. 

We  therefore  decided  in  1887  to  construct  the  non-inductive 
resistance  seen  in  fig.  1,  Plate  IV.,  consisting  of  twelve  plati- 
noid strips,  each  6  metres  long, 4  centim.  wide,  and  0*25  millim. 
thick,  teach  strip  is  doubled  on  itself,  two  layers  of  carefully 
shell-lacqued  silk,  0075  millim.  thick, being  inserted  between 
the  front  and  back  portions.  The  whole  is  bound  together  by 
means  of  a  narrow  silk  ribbon  wrapped  round  spirally,  con- 
siderable gaps  being  left  between  the  spires  of  the  silk  ribbon 
so  that  the  platinoid  should  have  plenty  of  free  surface  for 
cooling. 

For  the  purpose  of  expelling  moisture  from  the  silk  and  the 
shell-lac  varnish,  when  the  resistance-strips  are  first  put  up,  a 
current  was  passed  through  each  strip  strong  enough  to  make 
it  fairiy  hot.  During  this  heating  frequent  short-circuitings 
occurred  from  rough  points  of  the  ipetal  piercing  the  silk,  a 
single  layer  only  of  which  was  originally  employed  to  separate 
the  front  and  back  portions.  An  additional  layer  of  silk  was 
therefore  inserted.  Trouble  was  also  experienced  from  the 
rough  edges  of  the  metal  causing  short-circuits ;  but  by  cutting 
the  silk  wider  than  the  metal  and  by  folding  the  edge  of  the 
silk  over  the  edge  of  the  platinoid  strip,  fliis  difficulty  was 
overcome. 

The  doubled  strips  are  permanently  joined  up  in  sets  of 
three^  and  to  the  ends  of  each  set  are  soldered  mercury-cups 
and  binding-screws.  The  four  sets  of  three  can  be  joined  up 
in  series,  or  in  parallel,  or  in  parallel-series  by  bridge«pieces 
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dipping  into  the  mercury-cups,  and,  when  all  are  in  series, 
the  resistance  of  the  72  metres  of  strip  at  15°  0.  is  2'932 
ohms.  The  resistance  of  the  arrangement  does  not  alter  by 
more  than  one  tenth  per  cent,  when  a  current  of  15  amperes 
is  passing  through  each  strip. 

The  wooden  frame  which  carries  this  series  of  platinoid 
strips  hangs  on  paraffined  ebonite  pegs  attached  to  one  of  the 
laboratory  walls,  so  that  it  is  well  insulated. 

The  inductance  of  the  set  of  strips,  even  when  all  are  in 
series,  is  so  small  that  we  have  not  been  able  to  measure  it 
even  with  the  secohmmeter.  Some  of  the  tests  have  given 
indications  of  a  small  negative  result,  which,  if  true,  would 
mean  that  the  capacity-eflfect  slightly  overbalanced  the  induct- 
ance ;  but  a  calculation,  which  we  have  made,  appears  to 
show  that  yd\h  the  dimensions  in  question  such  a  result  is 
impossible.  We  can  therefore  only  conclude  that  this  resist- 
ance-frame, which  was  constructed  by  two  of  our  former 
students,  Messrs.  C.  G.  Lamb  and  E.  W.  Smith,  fulfils  the 
object  for  which  it  was  intended  so  well  that  the  inductance 
cannot  be  detected  with  certainty  by  any  test  that  we  have 
hitherto  tried.  We  therefore  have  decided  to  duplicate  the 
arrangement,  the  wooden  framework  (only  one  half  of  which 
is  seen  in  fig.  1)  having  been  constructed  large  enough  to 
hold  a  second  set  of  strips. 

Another  method  of  constructing  non-inductive  resistances 
for  large  currents,  which  has  been  in  use  at  the  Central 
Institution  for  the  past  eighteen  months,  is  illustrated  in 
fig.  2,  and  consists  in  winding  two  bare  platinoid  wires  of 
equal  length  and  thickness  into  two  spirals,  one  right-handed, 
the  other  left-handed,  the  diameters  of  the  two  spirals  differ- 
ing slightly  from  each  other  so  that  one  spiral  can  be  placed 
inside  the  other.  They  are  then  connected  up  in  parallel, 
so  that  when  a  current  is  sent  through  them  it  circulates 
clockwise  round  one  spiral  and  counterclockwise  round  the 
other,  the  magnetic  effects  of  the  two  thus  tending  to  neu- 
tralize one  another  and  to  produce  a  combination  with  small 
inductance. 

The  inductance  of  coils  constructed  in  this  way  is  almost  as 
small  as  if  the  wires  were  doubly  wound  like  an  ordinary 
resistance-coil,  b\U  they  possess  the  great  advardage  that 
parts  differing  much  in  potential  are  not  close  to  one  another* 
The  wires  therefore  require  no  insulating  covering,  for  no 
harm  will  occur  if  one  spiral  accidentally  touches  the  other, 
provided  that  reasonable  care  has  been  taken  to  space  the 
convolutions  fairly  uniformly.  Further,  as  the  coohng  sur- 
face, for  a  given  total  cross  section  of  the  conductor,  is  much 
greater  for  two  concentric  spirals  than  for  a  single  spiral  of 
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thicker  wire^  it  follows  that  this  method  of  constructing  a 
resistance  not  only  greatly  reduces  the  inductance^  but  also 
enables  a  much  larger  current  to  be  carried  for  a  given 
variation  of  resistance  produced  by  the  current.     Hence  for  a 

fiven  current  and  for  a  given  permissible  rise  of  temperature 
ner  wire  can  be  used ;  the  coils  can  therefore  be  made  shorter, 
and  the  inductance  for  this  reason  still  further  lessened. 

Lastly,  even  when  such  right-  and  left-handed  spirals  are 
traversed  by  a  direct  current,  much  less  disturbance  is  pro- 
duced in  a  neighbouring  delicate  galvanometer  than  if  a 
singly-wound  spiral  resistance  be  employed ;  so  that  these 
right-  and  left-handed  spirals  of  bare  wire  are  valuable  in  the 
construction  of  resistance-frames  for  large  direct  as  well  as  for 
large  alternating  currents. 

A  number  of  portable  resistance-coils  have  been  constructed 
in  this  way  for  general  use  in  the  laboratories  of  the  Central 
Institution.  One  of  these  is  seen  in  fig.  3.  It  has  also  been 
found  convenient  to  fit  up  a  number  of  stationary  right-  and 
leftr-handed  concentric  spirals  of  platinoid  in  the  dynamo 
laboratory,  for  use  in  the  regular  experiments  with  alternate 
currents. 

Table  I.  gives  the  particulars  of  some  portable  sets  of  stand 
coils  in  the  laboratories  of  the  Central  Institution,  the  second 
three  of  which  have  been  composed  of  right-  and  left-handed 
spirals  in  the  way  just  described  and  illustrated  in  fig.  3. 

Table  I. 
Particulars  of  Portable  Stand  Coils. 


Hark 
on  the 
Stand. 

Besist- 
anoe,  in 
Ohms. 

Number  of 
Spirals  in 
the  Set. 

Length 
of  each 
Spiral. 

Number  of  Oon- 

Yolutions  in  each 

Spiral. 

Outside  diameter 
of  the  Convolutions. 

Size  of 
the  Wire 
(S.W.G.). 

1 

2 

3 

4 

5 

6 

1-8 

2-54 

8-59 

5-0 
99 

6 
12 
12 

20  double, 
that  is  40 
eoibt  in  all. 
tf      >» 

»•      I, 

inches. 
181 

m 

164 
17 

78 
63 
84 

inches. 

HI 

ItV 
1,V 

No.  12 
No.  10 
No.  13 

No.  13 
No.  16.} 
No.  27 

Outer. 

Inner. 

Outer. 

Inner. 

ir> 

27 
64 

21 
37 
79 

incheii. 
U 

U 

1 

inches. 

7 
H 
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Table  II.  gives  the  results  of  experiments  made  on  the  sets 
marked  2,  3,  4,  5^  6  by  means  of  the  secohmmeter ;  the  set 
marked  6  being  tested  when  each  pair  of  coils  were  Joined  up 
in  parallel  so  as  to  increase  the  mdnctance  as  well  as  when 
joined  up  so  as  to  diminish  it. 

Table  II. 
Portable  Platinoid  Spiral  Resistances  (fig.  3), 


Mark 
on  the 
Stand. 

Winding. 

Besistanoe, 
in  Ohms. 

Inductance, 
in  Secohms. 

Time-constant, 
in  Seconds. 

2  ... 

3  ... 

6 

Set  of  Singly-Wound  Spirals ... 

Set  of  Single-Wound  Spirals ... 

Set  of  Doubly-Wound  Spirals ; 
Current  circulating  in  all  in 
the  Same  Direction 

2-54 

8-59 

98-1 

0-000069 
000015 

00021 

23xl0-fi 
18xl0-« 

21X10-* 

4 
5 

Same  set    of   Double-Wound 
Spirals;  Current  circulating 

.     99 
1-4 
50 

0-00013 
0-000004 
0-0000094 

1-3X10-* 
2-8X10-* 
1-9x10-^ 

Set  of  Doubly-Wound  Spirals; 
Current  circulating  in  Oppo- 
site Directions 

Set  of  Doubly-Wound  Spirals ; 
Current  circulating  in  Oppo- 
site "Direc^onB  

The  mean  time-constant,  therefore,  of  one  of  our  sets  of 
spirals,  whether  singly-wound  or  doubly-wound,  provided  that 
the  current  circulates  in  all  the  convolutions  in  the  same 
direction,  is  about  21  x  lO"**  ;  whereas  if  the  spirals  be  doubly- 
wound  and  the  current  be  circulating  in  opposite  directions 
in  the  two  sets  of  spirals,  the  mean  time-constant  is  about 
2  X  10~®,  or  about  one  tentii  of  the  preceding. 

As  there  happens  to  be  in  the  laboratory  a  solenoid,  the 
silk-covered  copper  wire  on  which  is  wound  in  a  series  of 
concentric  sections,  it  was  thought  interesting  to  compare  the 
time-constant  of  two  of  the  sections  joined  up  in  parallel, 
when  the  current  circulated  round  both  in  the  same  direction, 
with  the  time-constant  when  it  circulated  in  opposite  direc- 
tions. Figs.  4  and  5,  Plate  IV.,  show  the  direction  of  the 
current  in  the  two  cases. 


Besistance, 
in  Ohms. 

Self-induction, 
in  Seohoms. 

Time-oonstant 
in  Seconds.  ' 

Currents  flowing  round  both  coils  1 
in  the  same  direction  (fig.  4)  ...  j 

Currents  flowing  round  the  coils  1 
in  the  opposite  direction  (fig.  5)  / 

0-346 
0-346 

000059 
0-000024 

17X10-^ 
0-69  xlO-* 

Digitized  by 


Google 


A  Theory  conoeming  the  ConstitiUion  of  Matter.      191 

The  self-indnction  and  time-conBtant  have  therefore  heen 
reduced  to  one  twenty-fourth  part  hj  sending  the  currents  in 
opposite  directions  round  the  twO;  but  the  method  of  winding 
shown  in  fig.  5  could  not,  of  course,  be  employed  with  the 
non-inductive  resistances  constructed  of  bare  wire  for  large 
currents  described  in  this  conununication ;  since  the  funda- 
mental condition — that  parts  differing  much  in  potential  should 
not  be  near  one  another — would  not  be  fulfilled. 


XVIII.  A  Theory  concerning  the  Constitution  of  Matter. 
By  Charles  V.  Burton,  D.Scj^ 

THE  theory  described  in  the  following  pages  is  based  essen- 
tially on  one  fundamental  hypothesis  ;  without  the  aid  of 
any  further  assumptions,  equations  of  motion  can  be  deduced, 
and  these,  when  simplified  by  certain  conditions  of  symmetry, 
lead  at  once  to  Newton's  Laws.  In  dealing — ^vaguely  enough 
— with  other  problems,  such  as  gravitation  and  the  discrete 
nature  of  atoms,  it  is  found  necessary  to  make  further  limi- 
tations ;  and  a  few  suggestions  are  also  made  whose  nature  is 
purely  speculative.  But  there  remains  the  one  central  idea, 
whose  development  is  the  especial  object  of  this  paper,  and  in 
the  concluding  paragraphs  the  doctrine  will  be  stated  in  its 
most  general  form  and  the  arguments  once  more  briefly 
enumerated. 

1.  Space,  so  far  as  we  know  it,  is  filled  with  a  medium, 
whose  ultimate  nature  may  be  fluid,  but  which,  owing  to  tur- 
bulent motion  or  some  other  cause,  has  elastic  properties 
resembling  in  some  respects  those  of  a  solid.  The  resistance 
offered  by  such  a  medium  to  the  motion  of  material  bodies  pre- 
sents a  problem  of  some  difficulty,  so  long  as  we  suppose  an  atom 
to  consist  always  oftlie  same  portion  ofcethereal  or  other  substance^ 
but  further  on  it  will  be  shown  that,  with  a  different  assump- 
tion, the  question  may  assume  a  new  aspect.  Before  leaving 
this  subject,  however,  I  may  point  out  what  appears  to  me  a 
very  serious  difficulty  of  the  present  view  :  a  perfect  vacuum 
is  (at  least  very  nearly)  a  perfect  insulator,  and  air  also  insu- 
lates well;  so  that  the  sether  surrounding  an  electrically 
charged  terrestrial  body  may  remain  in  a  state  of  stress  for  a 
considerable  period  without  appreciable  progressive  yielding, 
while  at  the  same  time  this  charged  body  is  being  whirled 
through  the  aether,  which  continually  gives  way  like  an  almost 
perfect  liquid. 

.   *  Gonmuiiiicated  by  the  Phydcal  Society :  read  November  20, 1891. 
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2.  Fundamental  Assumption.  Strain-Figure. — Consider  a 
region,  either  infinite  or  haying  very  distant  honndaries^  and 
filled  with  a  homogeneous  isotropic  elastic  medium,  whose 
condition  throughout  is  one  of  stable  equilibrium  for  small 
strains  of  any  type.  Let  the  medium  now  be  strained,  and 
held  in  its  strained  condition  by  some  compelling  agency : 
there  will  be  a  corresponding  distribution  of  stress  in  the 
medium,  and,  proyided  the  strain  has  at  no  point  too  great  a 
yalue,  the  original  condition  will  be  completely  regained  after 
the  compelUng  agency  has  been  remoyed.  But  suppose  that, 
instead,  the  medium  is  strained  further  and  further  from  its 
initial  state,  and  suppose  that  the  restoring  stresses  do  not 
always  increase  with  the  strain,  but  that  beyond  a  certain 

Eoint  in  the  process  they  begin  to  fall  ofi^  in  yalue,  until  at 
ist  a  point  is  reached  at  which  the  general  tendency  of  the 
stress  is  to  further  increase  the  strain.  If  the  compelling 
agency  is  now  withdrawn,  the  medium  will  subside  into  a 
new  condition  of  stable  equilibrium,  inyolying  stress  and  strain  , 
at  eyery  point.  The  state  of  things  thus  impressed  on  the 
medium  is,  according  to  my  yiew,  an  atom  or  a  constituent  of 
an  atom  ;  it  will  hereafter  be  referred  to  as  a  "  stratn-figurej* 
and  we  may  now  proceed  to  examine  its  dynamical  properties. 

3.  Rigid  Body  Displacements, — A  strain-figure,  being  of 
itself  in  equilibrium,  will  remain  in  equilibrium  if  transferred 
to  some  other  portion  of  the  medium,  or  if  its  orientation  with 
respect  to  the  medium  is  changed  (for  originally  the  medium 
was  homogeneous  and  isotropic) ;  we  may  therefore  giye  to 
the  strain-figure  any  displacement  of  which  a  rigid  body 
would  be  capable,  and  the  resulting  condition  of  the  medium 
will  be  one  of  equilibrium  ;  there  is  no  statical  resistance  to 
such  displacement,  and  no  question  of  the  medium  giying  way. 

4.  Equations  of  Motion. — If  a  strain-figure  is  in  motion 
through  the  medium,  certain  conditions  must  be  satisfied  in 
order  that  its  degrees  of  freedom  may  not  be  more  than  those 
of  a  rigid  body  ;  in  order,  that  is,  that  the  strain-figure  may 
retain  the  same  form  as  if  it  were  at  rest  in  the  medium.  For 
suppose  that  disturbances  of  the  same  type  as  the  strains  in 
the  strain-figure  are  propagated  through  the  medium  with 
yelocity  V;  then  obyiously  a  necessary  condition  is  that  the 
translational  yelocity  of  the  strain-figure  must  be  yery  small 
compared  with  V,  the  rotational  motion  being  (in  general) 
subject  to  a  similar  restriction,  which  cannot  be  quite  so  simply 
expressed.  If  V  is  (as  I  imagine)  the  yelocity  with  which 
grayitation  is  propagated,  it  is  a  quantity  whose  finiteness  has 
not  yet  been  demonstrated,  and  compared  with  which  all 
known  molar  and   molecular  motions  are  extremely  slow. 
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Another  condition  to  be  fulfilled  by  the  motion  of  the  strain- 
fignre  is  this  :  the  acceleration  must  be  very  small  compared 
with  V/T,  where  VT  is  the  radius  of  the  smallest  spherical  sur- 
face within  which  the  whole  appreciable  effective  mass  (17  a) 
of  the  strain-figure  may  be  considered  to  reside. 

Assuming,  then,  that  the  necessary  conditions  are  satisfied, 
and  that  the  strain.figure  has  only  six  degrees  of  freedom,  let 
us  choose  three  rectangular  axes  (those  of  f,  i/,  f,  with 
origin  il)  fixed  in  the  strain-figure,  and  three  other  rectan- 
gular axes  (those  of  .t,  y,  z,  with  origin  0)  fixed  in  the 
medium  and  in  space ;  let  the  coordinates  of  H  referred  to 
Oo?,  Oy,  Oz  be  (X,  Y,  Z),  and  let  the  direction-cosines  of  the 
f ,  17,  f  axes  be  given  by  the  scheme 


.  (1) 


the    diagram  is  only  drawn  in  two 
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t-^^ 


Let  P  (f,  Vy  (0  ^®  *^®  undisturbed  position  of  a  certain 
volume-element  of  aether  (that  is,  the  position  which  this 
element  would  occupy  if  the  strain-figure  were  non-existent), 
and  let  Q  (f +«,  ^+/8,  ?+7)  be  the  actual  position  of  the 
same  element.  Then,  in  accordance  with  tne  geometrical 
conditions  of  motion, 

a,  /8,  7  are  functions  of  f ,  1;,  5  only  ;     .     .     .     (2) 

they  are  the  components  of  displacement  of  the  element  whose 
undisturbed  position  would  have  been  f ,  17,  f. 

If  the  components  of  P  Q  parallel  to  0^,  Oy,  Oz  be  called 
/,  ffj  h  respectively,  we  shall  have,  after  the  manner  of  (1), 
the  scheme 
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(3) 


Let  the  original  density  of  the  aether  be  taken  as  unity;  and  con- 
sider that  portion  of  sether  which,  in  the  undisturbed  condition 
of  the  medium,  would  have  filled  the  volume-element  d^dr)  d% 
with  coordinates  (f,  17,  ^>     Since /,^,  h  are  the  displacements 

parallel  to  0^,  Oy,  Oz^  of  the  portion  of  aether  so  definedyfffj  h 
will  be  the  actual  velocity-components  of  this  portion,  and  the 
energy  due  to  the  motion  of  the  strain-figure  is 

Now  let  the  axes  ftf ,  ili;,  fif  be  instantaneously  coincident 
in  direction  with  dr,  Oy,  Oz  respectively,  so  that 

Zi  =  m3=n3=l  ;     /3  =  Z3=m8=>Wi  =  ni=n2=0,     .     .     (5) 
and 

^•»  ••  £9  •• 

/i=rn2=n8=0  ;  n2=— m8=«i;  Z8=— Wi=®8;  mi=— Jt^sswj,  (6) 
where  a>i,  a>2,  0)3  are  the  angular  velocity-components  of  the 
strain-figure  about  the  axes  of  f ,  1;,  ^  or  of  a,  y,  z ;  relations 
which,  in  general,  are  only  instantaneously  true. 
From  (3), 

/=  Zia  +  Zj^S + ?87  +  ^,«  +  ^2^8 + ^87; 
and  writing 

51 -=«>•'    S^=*»5     ^=««;&c.,     .    .     (7) 
the  last  equation  becomes 

+\a+}tfi+l^.    ...    (8) 
Again,  from  (1), 

so  that 

f  =  kihS  +  ^2^  +  ^8?)  +  mi  (mif  +  fn^V  +  ^hO  +  «i(wif  +  niV  +  n^O 

— /,X— 77?iY— njZ  ; 
or,  using  (5)  and  (6), 


Similarly 
and 


lJ  =  fi),?-C»3f-Y,> 

f  =  ft)«f — coiw  —  Z.  ' 


Oaf— ©11/ - 

/Google 
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Substituting  these  values  in  (8)^  and  again  using  (5)  and  (6), 

we  obtain 

•  ■  •         •  " 

Similarly  +o)8(«iT7-«8f-^). 

and  +«8(A^-^«f+«), 

A=-7iX-72Y-73Z  +  a>i(7jC-73i;+^)  +  fi>,(73f-yi?-'») 

+  6)8(71^-72?)- 

If  these  values  are  substituted  in  (4),  we  obtain  immediately 
a  complete  expression  for  the  energy  due  to  the  motion  of  the 

strain-figure  j  and  this  expression  involves  only  X,  Y,  Z, 
Wiy  ©2,  fl>3,  and  Quantities  wnich  remain  constant  throughout 
the  motion.  We  may  therefore  applv  the  principle  of  moving 
axes  to  find  the  components  F,  G,  H  of  effective  force  on  the 
strain-figure ;  thus 

d   BT         BT  ,  ^,  BT 
dt  BX        BY        BZ 
which  by  means  of  (4)  and  (9)  becomes 
F=(ll)X+(12)t+(31)Z 

-02>»,X-(22)a)8t-(23)o),^ 
+  (31)a>i,X+(23)a)sY+  (33)a»,Z 

+  {(31,)-  (12?)  +  my)  }«x  +  { (11?)  -(31f)  +  (7l«)}«» 

+  {(12f)-(lli7)  +  («li3)}a;, 
+  {(31S)-(33f)  +  (73«)}«,'  +  {(12,,)-(22f)-(«2iS)}Q„* 
+  {2(23f)-(120-(31»7)  +  (a3^)-(y2«)}«.^» 
+  { (22S)  -  (237?)  +  (i827)  }<»8«.  +  K^'^) -  (23S)  +  (y337)}«,«2,  (10) 
with  similar  ralues  for  Q  and  H,  where  we  write 
ffl(«i*+A'+7i'')  df  di;d?3^  (11),  Ac., 
Jj'J(«^3+/9wS,+7,78)  df  di^dfs  (23)  s  (32),«fec., 
j'j"J(«^,+/9A+7>7»)?df  d'?  <i(r=  (23f)  =  (32a&c, 
jil('8|7-7iy3)  df  rfv  d?  =  017)  =  -  (71^),  Ac. 


)-  (11) 
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Again,  if  L,  M,  N  are  the  effective  couples, 

T      d    ST      ^BT   .^BT         BT  ^     BT 

+  {(33i,)-(235)  +  (/S3y)}Z 
+  (23)Y'-(23jZ»+K33)-(22)}YZ-(12)ZX  +  (31)XY 
+  { (12f)  -  (11*;)  +  («li8)  }a>,X  +  { (31?)  -(110  -(7l«)}«,X 
+  {(3&7)  -  (230  +  (/937)}«),Y + {(220  -  (23i;)  -  (^827)  }c^Z 
+  {(22f)-  (33?)  +  (310  -  (1217)  +  (73«)  +  (»2^)Kw,Y -^,Z) 
+  {2(230  -  (120  -(311?)  +  («3/9)  -(72«)}(«3Y + a>,Z) 
+  {(22^  +  (33i7»)  -2(23,0-(i827{;)  +  (/93yi,)}«i 
+  {(235f)  +  (31,0-(33f.7)-(12H-(y2«0  +  (!Y^»n) 

-OS37?)  +  (/9l70K 
+  {(121,0  +  (23^,)  -  (22CD  -  (31,7»)  -  («2/90  +  («3/3,) 

-(i8M)  +  0S27f)}«, 
+  {(«3/3f  )-(«l/3?)  +  (yl«.7)-(72«f)  +  (/Sy) }  (a>,»-a>,») 
+  {«2i3f)-(«li8i,)  +  (73«f)-(7lO  +  (/8»)-(7»)}«^, 
+  {(33f.?)  +  (12C»)-(23(?)-(31,,0  +  (72«i;)-(73«i?) 

+  {(12,0  +  (23f.7)-(22{?)-(31,;»)-(«2y90  +  («3/37) 

-(/9l7i7)  +  (/927f)}a)i«„     .    .    (12) 

with  similar  valaes  for  M  and  K,  where,  in  addition  to  (11), 
we  have 

SSS(»i<h+Mi+yiyi)vKdSdvd^={i2vt:)  &c.,  "j 

j3y(A7-7ii3)?rffdi,rfr=()8l7$)&c.,  V   (13) 

Mr.  G.  H.  Bryan  has  pointed  out  to  me  that  the  equations 
of  motion  (10)  and  (12)  are  of  exactly  the  same  form  as  those 
of  a  solid  immersed  in  a  perfect  liquid. 

5.  If  U  is  the  force-function  of  the  impressed  forces,  we 
shall  have  of  course 

F-^  P-BU         TT.BU. 

^"BX'  ^"BY^  ^^BZ' 
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and  evidently 

where  d^  drl  d^  is  a  volume-element  in  the  actvjal  condition 
of  the  medium,  /,  g^  h  the  displacements  of  the  aether  which 
now  fills  this  volume-element,  and  a  dS  di\'  d^  &c.,  the  forces 
exerted  on  the  element  of  aether.  Remembering  (1),  (3), 
(5),  and  (7),  we  may  write  the  last  equation 

|5  =  «j3y(a«,+6^,+(^i)rfrd^'dr;  .   .  (14) 

^y  and  ^y-  having  similar  values,  and  ^^  &c.  being  simi- 
larly obtainable. 

We  may  also  express  a,  b,  c  in  terms  of  the  components  of 
stress  [ff  J,  [^?]  &c. ;  thus 

»=-^[W-|,W-|5[5il,  >■    ■   .(15) 

In  this  section  it  has  been  virtually  assumed  that  the  strain- 
figure  is  exactly  superimposed  on  the  otherwise  existing 
condition  of  the  medium. 

6.  If  the  motion  of  the  strain-figure  is  one  of  pure  trans- 
lation, a>i,  o>2,  ctfj  are  all  constantly  zero,  and  equation  (10) 
reduces  to 

F  =  (11)X+(12)Y+(31)Z; 
at  the  same  time  ..  ..  ,.       !  /^/.v 

a  =  (12)X  +  (22)Y+(23)Z;    f      •     ^^^^ 


•;  J 


H=(31)X  +  (23)Y  +  (33)Z: 

Now  construct  the  ellipsoid 

(ll)r+(22y+(33)?'  +  2(23)i;C-f2(31)5f+2(12)f»7=Me2;    (17) 

and  it  is  evident  from  (16)  above  that  when  the  motion  is 
one  of  pure  translation,  the  eflfective  force  (components  P,  G, 
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H)  is  perpendicular  to  the  diametral  plane  of  the  acceleration 

(components  X,  Y,  Z) ,  taken  with  respect  to  the  ellipsoid  (17). 

(11),  (22),  (33),  which  are  the  sums  of  squares,  are  the 
values  of  the  etfective  mass  in  the  directions  of  the  axes  of 
reference  ;  while  (23),  (31),  (12),  which  are  the  sums  of  pro- 
ducts, correspond  to  products  of  inertia  in  Rigid  Dynamics, 
and  may  be  called  '' products  of  mass."  It  may  easily  be 
shown  that  if  r  is  the  length  of  any  given  radius  of  the 
ellipsoid  (17),  the  eflfective  mass  reckoned  in  the  direction  of 
this  radius  is  M-e^/r^.  It  may  also  be  remarked  that  even 
when  the  motion  is  one  of  pure  translation,  there  will  in 
general  be  finite  effective  couples,  as  is  immediately  evident 
from  (12). 

7.  Case  of  Symmetry. — Consider  now  the  particular  case  in 
which  the  strain -figure  is  symmetrical  about  a  point,  and  let 
this  point  be  fl,  the  origin  of  the  axes  of  f ,  17,  f.  We  shall 
then  have 


(ll)=(22)=(33)=eflFective  mass; 
(23)  =  (31)  =  (12) =0. 


|.     .    (17a) 


It  is  also  evident  that  a  rotation  of  the  strain-figure  about 
any  axis  through  its  centre  of  symmetry  corresponds  to  no 
physical  change  whatever ;  there  is  no  possibility  of  such 
roUition,  nor  can  any  influence  exerted  on  the  medium  have  a 
tendency  to  turn  tne  strain-figure  about  its  centre  of  sym- 
metry. Hence  a  strain-figure  symmetrical  about  a  point  is 
dynamically  equivalent  to  a  single  particle  of  mass 

placed  at  its  centre  of  symmetry. 

It  is  worth  remarking  that  the  theory  now  considered, 
though  difiering  so  widely  from  the  theory  of  Boscovich, 
leads  to  the  same  dynamical  results. 

8.  So  far  we  have  only  considered  the  case  of  a  single 
strain-figure.  When  there  are  more  than  one,  the  experimental 
properties  of  matter  lead  us  to  suppose  : — 

(i)  That  the  entire  distribution  of  displacement  in  the 
medium  is  to  be  found  (at  least  very  approximately )  by  com- 
pounding geometrically  the  distributions  which  the  various 
strain-fiffures  would  have  produced  separately. 

(ii)  That  the  strain-figures  exert  forces  upon  one  another, 
thus  changing  or  tending  to  change  their  motion  through  the 
medium. 
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In  speaking  of  the  medinm  I  have  more  particularly  in 
mind  the  hypothesis  of  a  turbulently  moving  liquid,  as  pro- 
pounded by  Sir  W.  Thomson  *  and  modified  by  Prof.  Fitz- 
gerald f-  Without  entering  on  the  subject  mathematically 
(which  I  am  unable  to  do),  it  may  be  noticed  that,  according 
to  this  view,  the  aether  is  made  up  of  interlacing  vortex- 
filaments,  the  interspaces  between  which  are  filled  with 
quiescent  or  irrotationally  moving  liquid.  The  network  of 
filaments  is  equivalent  to  a  sponge-like  compressible  solid, 
whose  pores,  however,  are  completely  filled  with  incompressible 
fluid.  The  medium,  taken  as  a  whole^  is  equivalent  to  an 
incompressible  solid  ;  but  as  the  effectively  liquid  (e.  e.  irrota- 
tionally moving)  portion  of  the  medium  cannot  suffer  any 
strain  which  calls  up  an  opposing  stress,  it  appears  that  in 
considering  the  strain-figure  we  should  have  to  deal  with  the 
sponge-like  compressible  solid,  made  up  of  vortex-filaments. 

9.  Gravitation. — Disregarding  this  last  speculation,  let 
us  return  to  the  more  general  question  of  strain,  and  for  sim- 
pUcitytake  the  case  when  the  strain-figure  is  symmetrical 
about  a  point  0.  So  far  as  this  one  strain- 
figure  is  concerned,  we  may,  roughly  speaking,  -p.  g 
divide  the  medium  into  two  portions,  in  one 
of  which  the  strain  tends  to  increase,  while 
in  the  other  it  tends  to  decrease.  If  these 
portions  are  separated  by  a  single  surface,  then, 
in  the  present  case  of  symmetry,  this  surface 
(A)  will  be  spherical.  On  one  side  of  A  the 
medium  will  be  so  strained  that  a  small  additional 
strain  of  the  same  type  would  correspond  to  increased  potential 
energy,  while  on  the  other  side  of  A  a  small  increase  of  strain 
would  correspond  to  decreased  potential  energy.  If  the  strain 
outside  A  corresponds  to  increased  potential  energy,  two  distant 
strain-figures  will  repel  one  another  ;  but  if  the  strain  outside 
A  corresponds  to  decreased  potential  energy,  two  distant 
strain-figures  will  attract  one  another.  If  gra\dtation  is  to  be 
explained  in  accordance  with  the  theory  of  this  paper,  the 
above  would  seem  to  indicate  the  nature  of  the  explanation. 
There  must  be  some  type  of  strain  which  would  of  itself  be 
produced  in  the  medium,  were  it  not  that  in  some  other 
portion  of  the  medium  there  would  be  an  accompanying  strain 
of  a  type  corresponding  to  stability.  Perhaps  we  may  also 
vaguely  infer  why  the  gravitative  attraction  exerted  by  a 
body  is  proportional  to  its  mass,  for  we  have  supposed  both 

•  B.  A.  Report,  1887,  p.  486 ;  PhiL  Mag.,  October  1887,  p.  842. 
t  '  Nature/  May  9, 1880. 
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these  quantities  to  be  determined  by  the  distribution  of  strain 
in  the  medium ;  it  seems  possible^  indeed^  that  the  greater 
part  of  the  effective  mass  of  a  strain-figure  might  reside  in 
that  region  where  attraction  follows  the  Newtonian  law. 

10.  Collision. — If  we  bring  the  centres  of  two  strain-figures 
close  together,  so  that  the  spheres  A  intersect  sufficiently  far, 
we  shall  be  partly  superposing  two  strain-distributions  of  such 
a  type  that  the  energy  increases  with  the  strain,  so  that  re- 
pulsion may,  perhaps,  ensue.  Of  course  this  is  only  a  very 
rough  attempt  at  explaining  the  effects  of  collision,  and  takes 
no  account  of  any  deformation  which  might  be  produced  in  the 
strain-figures  on  bringing  their  centres  to  such  close  quarters. 
But  even  were  such  deformation  produced,  the  results  of  a 
collision  might  still  be  of  a  very  simple  character.  So  long 
as  the  condition  of  §  4  is  satisfied,  so  long,  tliat  is,  as  the 
motions  concerned  are  extremely  slow  compared  vnth  V  (the 
velocity  with  which  gramtation  is  propagated)  the  distribution  of 
displacement  in  the  medium  will  be  at  each  instant  the  same  as 
if  the  two  strain-figures  were  at  rest.  Hence,  though  the  two 
strain-figures  mxiy  recoil  from  one  another  with  altered  velocities 
they  vjill  not  have  acquired  any  vibratory  motion  from  the 
impact.  This  statement  is  equally  true  whether  the  strain- 
figure  is  symmetrical  or  not,  but  in  the  case  of  symmetry 
about  a  point,  the  properties  of  a  strain-figure  will  be  identical 
with  those  of  a  Boscovich  particle,  exerting  actions  at  a  dis- 
tance according  to  a  law  of  force. 

11.  The  result  just  established  has  a  bearing  on  the  dyna- 
mical theory  of  heat.  We  know  that  the  number  of  degrees 
of  freedom  of  a  molecule,  and  consequently  also  of  an  atom, 
is  probably  finite.  If  an  atom  consisted  of  n  strain-figures  of 
the  most  general  kind,  the  total  number  of  degrees  of  freedom 
would  be  6n;  but  if  each  of  the  constituent  strain-figures 
were  symmetrical  about  a  point  the  number  would  be  reduced 
to  3n.  Since  the  spectra  of  elementary  vapours  teach  us  that 
the  number  of  degrees  of  freedom,  though  finite,  is  usually 
very  large,  we  are  led  to  infer  that  most  atoms  are  formed  by 
the  aggregation  of  a  large  number  of  strain-figures. 

12.  Discrete  Nature  of  Atoms, — Why  do  the  atoms  form  a 
discrete  series,  and  why  are  all  atoms  of  a  given  element 
identical  in  physical  and  chemical  properties?  These  are 
questions  which  it  would  be  difficult  to  answer,  though  it 
does  not  seem  quite  so  difficult  to  point  out  a  direction 
in  which  we  may  possibly  look  for  an  explanation.  If  an 
atom  consists  of  a  number  of  points  endowed  with  inertia 
and  with  the  power  of  exerting  actions  at  a  distance,  it  is 
hard  to  see  how  any  explanation  can  be  given :  nor  is  the 
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diflScaltj  much  less  if  the  atom  consists  of  a  vortex  ring  or  a 
vortex  tangle,  for  we  should  then  simply  have  to  infer  that 
the  existing  rings  or  tangles  are  as  they  are  because  they  have 
alwavs  been  so,  and  that  an  indefinite  variety  of  rings  or 
tangles  of  intermediate  forms  and  sizes  woula  be  a  priori 
perfectly  possible.  But  if  the  atom  consists  of  one  or  more 
strain-figures,  the  question  becomes:  Why  do  the  strain- 
figares  form  a  discrete  series?  Now  we  have  conceived  a 
strain-figure  to  be  a  disturbed  condition  of  the  medium, 
which  is  of  itself  in  stable  equilibrium  througliout^  and  this 
immediately  imposes  an  immense  restriction  on  the  possible 
varieties  ;  since,  also,  the  strains  are  impressed  on  a  medium 
which  would  other¥rise  be  homogeneous  and  isotropic,  the 
conditions  essential  to  stable  equilibrium  will  be  the  same  for 
all  strain-figures,  provided,  that  is,  that  the  proximity  of  the 
centres  of  two  or  more  does  not  disturb  their  form.  But  at 
this  point  a  further  assumption  will  be  necessary ;  for  if  the 
turbulent  motion  or  other  structure  of  the  medium  were  abso- 
lutely homogeneous  (which  implies  infinite  fine-grainedness), 
and  if  a  strain-figure  defined  by  a  distribution  of  displacement 
A  were  a  possible  one,  then  the  figure  defined  by  the  dis- 
tribution A  magnified  n  diameters  would  be  equally  possible. 
Thus  the  possible  strain-figures,  though  infinitely  restricted 
in  variety  oy  the  conditions  of  equilibrium,  would  form  not  a 
discrete  but  a  continuous  series,  or  possibly  a  discrete  system 
of  continuous  series.  "We  must  suppose,  then,  that  the  coarse- 
grainedness  of  the  medium  has  an  influence  in  determining 
the  size  of  possible  strain-figures. 

13.  Physical  Illustration. — ^A  very  imperfect  illustration  of 
this  last  point  may  be  drawn  from  a  physical  phenomenon  ; 
for  consider  a  region  free  from  the  action  of  gravity  and  filled 
with  a  saturated  vapour,  which  by  some  means  is  maintained 
at  constant  temperature  and  pressure.  If  compression  takes 
place,  liquid  will  be  formed,  and  will  exist  in  equilibrium  with 
the  vapour,  no  intermediate  condition  of  the  substance  being 
consistent  vrith  equilibrium  and  stability.  But,  neglecting 
surface-tension,  the  liquid  need  not  be  formed  in  masses  of 
any  special  size ;  that  is,  the  possible  sizes  of  the  drops  of 
liquid  will  form  a  continuous  series.  If,  however,  surfeice- 
tension  is  taken  into  account,  the  case  is  different ;  for  suppose 
that  the  vapour  is  slightly  supersaturated^  and  contains  a 
number  of  spherical  drops  of  liquid.  Very  large  drops  will 
continue  to  increase,  and  very  small  drops  will  diminish, 
while  drops  of  one  particular  size  (if  any  such  are  present) 
will  just  he  in  equilibrium  with  the  vapour,  although  the 
equilibrium  is  necessarily  unstable.      But  notwithstanding 
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that  the  analogy  fails  in  this  and  in  many  other  respects,  it 
may  serve  to  roughly  illustrate  the  suggestion  that  the  size 
of  strain-figures,  and  consequently  of  atoms,  is  determined  by 
the  coarse-grainedness  of  the  medium. 

14.  Formation  of  Atoms* — As  regards  the  different  varieties 
of  atoms^  we  may  conceive  them  to  oe  made  up  of  one  kind  or 
of  several  kinds  of  strain-figures.  In 
place  of  the  simpler  form  of  fig.  2  we  ^-^-^^ 

might  for  example  imagine  a  form  like 
fig.  3,  where  in  the  regions  C,  E  the 
strain  is  such  that  the  potential  energy 
would  decrease  with  increase  of  strain, 
while  in  the  regions  B,  D  the  strain 
and  the  potential  energy  would  increase 
together.  We  might  also  imagine  dis- 
tributions which  were  not  spherical,  in  e 
which  case  it  might  happen  (§  4)  that 
the  laws  of  motion  were  less  simple  than  those  of  Newton. 
It  would  not  thea  necessarily  follow  that  an  atom  consisting 
of  more  than  one  strain-figure  would  possess  the  same  complex 
dynamical  properties,  though  I  am  not  aware  of  any  evidence 
that  the  separate  atoms  or  molecules  of  a  substance  move  in 
accordance  with  Newton's  laws. 

Of  course  the  operation  described  in  §  2  is  not  intended  to 
represent  the  formation  of  a  strain-figure,  but  merely  to  show 
that  the  existence  of  such  a  distribution  is  conceivably  possible. 
If  the  ultimate  fluid  had  long  ago  possessed  motion  of  the 
most  general  kind,  we  might  imagine  its  present  condition  to 
be  due  to  the  degeneration  of  that  motion  into  a  fine-grained 
turbulence ;  and  if,  in  the  quasi-solid  so  constituted,  the 
existence  of  strain-figures  were  possible,  it  seems  not  unlikely 
that  such  would  incidentally  have  been  formed,  unless  the 
motion  fulfilled  special  conditions.  I  would  suggest  then, 
very  tentatively,  thai  if  tJie  distribution  of  motion  in  t/ie  ultimate 
fluid  liad  fulfilled  certain  special  conditions^  there  would  have  been 
no  atomic  matter  in  the  universe,  and  that  the  existence  of  matter 
as  we  know  it  is  an  indication  that  such  conditions  were  wanting. 

Concerning  the  possibility  of  the  "transmutation"  of 
elements,  this  investigation  leads  to  no  immediate  conclusion, 
but  any  conceivable  superposition  of  two  strain-figures  would 
probably  involve  only  finite  potential  energy,  so  that  the 
effect  of  a  very  severe  direct  encounter  might  be  to  make  the 
two  strain-figures  pass  through  one  another.  It  seems  pos- 
sible, too,  that  at  some  stage  of  the  impact  the  distribution 
might  resolve  itself  into  one  or  more  strain-figures  of  a 
di&rent  kind,  the  entire  effective  mass  not  being  necessarily 
the  same  as  before. 
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15.  It  may  be  remarked  that,  according  to  the  assumptions 
of  this  paper,  every  motion  in  the  universe  is  ultimately  due 
to  stationary  motion  in  a  quasi-solid  medium.  This  medium, 
which  extends  through  all  known  space,  is  supposed  to  be  (at 
least  appreciably)  perfect  in  its  elastic  properties,  that  is,  free 
from  viscous  yielding  and  internal  friction ;  and  its  ever 
changing  distribution  of  stress  and  strain  is  to  be  held 
accountable  for  all  observed  phenomena. 

16.  The  subject  of  this  paper  being  now  explained,  so  far 
as  the  vagueness  of  my  own  views  will  allow,  the  fundamental 
proposition  may  be  stated  as  follows  : — 

A  given  portion  of  matter  consists^  not  of  any  individual 
portion  of  osthereal  or  other  substance,  hut  of  modifications  in  tJie 
structure  or  energy  or  other  qualities  of  the  cetlier,  and  when 
matter  moves  it  is  merely  tliese  modifications  of  structure  or  of 
^"^^ffy  <^  9f  other  qualities  which  are  transferred  from  one 
portion  of  the  cether  to  another. 

The  strain-figure  has  here  been  almost  exclusively  con- 
sidered, and  we  have  seen 

(i)  That  provided  the  motion  is  slow  compared  with  a 
certain  velocity  V  (§  4),  a  strain-figure  will  encounter  no 
resistance  in  travelling  through  the  aether,  and  will  obey  laws 
of  motion  which  include  Newton's  Laws  as  a  particular  case. 

(ii)  That  gravitative  and  inter-atomic  forces  may  possibly 
be  supposed  to  arise  from  the  stresses  which  accompany  the 
distribution  of  strain. 

(iii)  That  a  collision  between  two  single  strain-figures 
would  not  set  them  vibrating,  so  that  an  atom  consisting  of 
strain-figures  would  have  a  finite  number  of  degrees  of  free- 
dom, as  required  by  the  dynamical  theory  of  heat. 

(iv)  That  the  size  and  nature  of  possible  strain-figures, 
and  therefore  also  of  possible  atoms,  would  be  limited  by  the 
conditions  of  equilibrium,  thus  giving  rise,  perhaps,  to  a 
discrete  series. 

On  the  other  hand,  it  is  a  special  difficulty  of  my  theory 
that  we  require  some  assumption  as  to  the  superposition  of 
strain-figures  to  account  for  the  fact  that  the  mass  of  a 
material  body  is  equal  to  the  sum  of  the  masses  of  its  con- 
stituent particles. 

In  conclusion,  I  have  to  thank  Mr.  G.  H.  Bryan  for  his 
kindness  in  verifying  some  portions  of  the  analysis,  as  well  as 
for  a  suggestion  which  has  immensely  lessened  the  labour  of 
calculation. 

Note  added  November  21. 
In  the  discussion   which   followed   this   paper.  Professor 

P2 


Digitized  by 


Google 


204  Prof.  A.  W.  Riicker  an  the  Density  and 

Fitzgerald  mentioned  that  in  his  lectares  he  had  spoken  of 
matter  as  possibly  travelling  through  space  in  the  same  way 
that  a  drop  of  water  travels  through  a  block  of  ice.  The  idea 
involved  is  the  same  as  that  which  forms  the  basis  of  the  fore- 
going pages.  I  have  availed  myself  of  Professor  Fitzgerald's 
criticism  to  amend  some  remarks  contained  in  the  earlier  part 
of  the  paper,  and  there  is  just  one  thing  more  which  I  should 
like  to  add.  Every  opinion  expressed  m  the  paper  is  not  to 
be  taken  as  an  essential  part  of  the  theory^  and,  indeed,  the 
most  I  can  hope  from  an  investigation  so  obviously  incomplete 
is  that  it  may  prove  suggestive  to  those  who  are  working 
at  the  subject. 

XIX.   On  the  Density  and  Composition  of  Dilute  Sulphuric 
Acid.— 1^0.  II.    By  A.  W.  Huckbr,  M.A.,  F.R.S* 

IN  a  paper  on  the  "  Densities  of  Sulphuric-Acid  Solutions,^' 
which  appeared  in  the  January  number  of  this  Magazine, 
Mr.  Pickering  has  replied  to  my  criticism  of  one  of  his  curves, 
which  was  published  in  September  (Phil  Mag.  Sept.  1891, 
p.  304).  I  propose  as  briefly  as  possible  to  indicate  the 
points  in  whicn  he  traverses  my  arguments,  and  the  reasons 
why  I  do  not  think  that  his  conclusions  are  justified. 

(1)  Mr.  Pickering  objects  that  my  equation  is  "  of  a  com- 
plex and  highly  artificial  form."  The  question  as  to  what  is 
a  "  complex^'  expression  may  be  more  or  less  a  matter  of 
opinion.  I  can  only  say  that  I  think  Mr.  Pickering  will 
find  that  my  equation  lends  itself  to  numerical  computation 
much  more  easily  than 

y^a-j-ba  +  ca^  +  d^  +  eai^+faf^+ga^ 

which  he  seems  to  consider  comparatively  simple. 

He  is  also  probably  aware  that  evoiy  time  he  applies  his 
bent  ruler  to  the  paper,  he  is  employing  a  curve  of  which  the 
equation  involves  elliptic  integrals  and  is  far  more  complex 
than  that  to  which  he  objects. 

Of  course  he  might  reply  that  the  short  portions  of  the 
elastic  curve  which  he  uses  might  be  expressed  with  sufficient 
accuracy  by  simpler  approximate  formulae.  If  this  argument 
were  valid,  I  might  point  out  that  he  could  get  still  simpler 
results  and  reduce  all  his  curves  to  straight  lines  if  he  carried 
the  process  of  subdivision  further.  It  is  in  general  the  case 
that  an  equation  which  represents  a  long  range  of  experi- 
ments will  be  more  complex  than  one  which  applies  to  a 
few  only.    This  affords  no  argument  against  its  use  as  an 

•  Communicated  by  the  Author. 
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empirical  expression  of  the  facts  unless  the  number  of  con- 
stants involved  be  inordinately  large. 

This  brings  me  to  the  second  of  Mr.  Pickering's  arguments. 

(2)  The  number  of  constants  in  my  equation  is  so  great  that 
a  close  agreement  with  his  results  is  not  surprising. 

I  reply  that  it  is  not  disputed  that  my  curve  covers  a  range 
greater  than  that  embraced  by  three,  and  less  than  that 
embraced  by  five  of  his  curves.  If  we  assume  that  each  one 
of  these  curves  could  be  expressed  with  sufficient  accuracy  by 
means  of  approximate  formulae  each  of  which  involved  two 
disposable  constants  only,  it  follows  that  Mr.  Pickering 
expresses  by  the  aid  of  6  and  10  constants  respectively 
ranges  of  which  the  first  is  somewhat  less,  and  the  second 
somewhat  greater,  than  that  which  I  cover  by  means  of  7 
constants.  As  the  assumptions  I  have  made  are  extremely 
favourable  to  Mr.  Pickering,  this  shows  that  he  cannot  claim 
any  superiority  on  this  heaa. 

(3)  Mr.  Pickering  objects  to  the  numbers  given  by  those 
terms  in  my  equation  which  occurred  to  me  first  being 
brought  into  harmony  with  experiment  by  means  of  another 
term. 

What  would  he  think  if^  when  a  computer  had  noticed  that 
the  results  of  certain  experiments  could  be  approximately 
expressed  by  means  of  the  circle 

he  was  thereby  debarred  (though  a  better  result  could  be 
thereby  obtained)  from  converting  the  circle  into  the  ellipse 

^(l-«»)+y»=r», 

where  a  is  a  small  quantity.  It  is  often  only  by  first  using  a 
rough  approximation  that  a  formula  for  the  results  of  expe- 
riment can  be  framed. 

(4)  Mr.  Pickering  regards  the  last  term  in  my  equation  as 
a  *'  hump,"  and  the  points  at  which  it  becomes  and  ceases  to 
become  important  as  ^^  marking  the  practical  starting  of  a 
fresh  order  of  things." 

This  may  be  answered  in  the  same  way  as  the  last  argument. 

The  values  of  y  given  by  the  two  equations  y*=r*— «*  and 
y*=r*— aj*(l— a*)  agree  when  ^=0.  Does  Mr.  Pickering 
think  that  if  the  results  of  observation  are  expressed  more 
accurately  by  the  latter,  that  the  points  in  wnich  the  two 
corresponding  values  of  y  in  the  two  curves  become  noticeably 
different  mark  ^^  a  practical  starting  of  a  fresh  order  of  things 
in  the  ellipse. 

The  projection  of  the  ellipse  beyond  the  circle  is  an  integral 
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part  of  the  representation  of  the  experiments,  not  a  "  hump  '* 
upon  a  fandamental  circle. 

The  only  case  in  which  Mr.  Pickering's  point  of  view  is 
allowable  is  that  in  which  the  range  expressed  by  the  curiae 
assumed  to  be  fandamental  is  very  much  greater  than  that 
over  which  the  assumed  disturbance  extends.  In  the  case  of 
my  equation  this  is  not  so.  If  the  last  term  be  omitted,  the 
curve  fails  to  fit  the  experiments  over  more  than  half  the 
range  to  which  it  applies,  and  fails  entirely  outside  that  range. 
The  first  terms  have  no  sort  of  claim  to  be  regarded  as  funda- 
mental.    All  are  alike  empirical  and  must  be  taken  together. 

Further  proofs  of  the  weakness  of  such  arguments  are  not 
wanting.  If  it  is  permissible  thus  to  separate  the  terms  of 
the  equation,  we  may  treat  them  in  other  ways. 

The  first  part  of  my  expression  gives  a  straight  line,  which 
expresses  Mr.  Pickering's  results  very  well  (and  with  a  slight 
modification  would  express  them  still  better)  between  46*94 
per  cent,  and  58*94  per  cent.  Above  the  latter  point  a  linear 
equation  does  not  suffice.  As  this  point  is  close  to  one  of 
Mr.  Pickering's  breaks  he  might,  by  dividing  my  equation 
thus,  have  argued  that  it  proved  the  existence  of  tnis  break  ; 
but  by  separating  the  terms  in  another  way  he  has  been  led 
to  the  opinion  that  this  is  the  only  break  which  the  equation 
satisfactorily  bridges. 

A  methoa  of  manipulating  the  symbols  which  leads  to  such 
discordant  results  is  self-condemned.  When  Professor  Lodge 
condemned  in  'Nature'  the  use  of  empirical  equations  for 
detecting  discontinuities,  Mr.  Pickering  disclaimed  the  method. 
He  is  now  using  it  in  his  defence.  He  makes  diflferent 
equations  of  my  one  by  leaving  out  various  terms  at  pleasure, 
and  then  proceeds  to  argue  as  though  they  had  some  physcical 
meaning. 

(5)  Mr.  Pickering  contends  that  my  curve  extends  to  so 
small  a  distance  beyond  the  first  and  last  break  alleged  to 
exist  within  its  range  that  it  cannot  be  regarded  as  having 
bridged  them. 

Had  I  started  close  to  one  of  Mr.  Pickering's  breaks,  he 
would  no  doubt  have  argued  that  the  fact  that  my  curve  did 
not  apply  beyond  it  proved  the  existence  of  a  discontinuity. 
His  conclusions  would,  however,  have  been  disproved  had  I 
shown  that  his  experimental  results  could  be  equally  well 
represented  by  a  series  of  discontinuous  curves,  each  of  which 
began  within  the  range  of  a  part  of  the  curve  which  he  con- 
sidered continuous,  and  bridged  continuously  a  part  which  he 
regarded  as  discontinuous.  If  these  new  curves  had  the  same 
average  length  as  his  own,  the  distances  of  their  extremities 
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from  his  breaks  would  have  been  equal  to  half  the  average 
length  of  his  curves.  This  operation  is  in  eflfect  that  which 
I  have  performed,  except  that  I  have  fused  into  one  the  four 
curves  which  would  have  been  necessary  to  cover  the  range 
considered  ;  but  the  condition  still  holds,  that  an  overlap 
at  the  extremities  about  equal  to  half  the  range  of  one  of 
Mr.  Pickering's  curves  is  adequate. 

Mr.  Pickering  finally  finds  seventeen  breaks  between  0  per 
cent,  and  100  per  cent. ;  i.  6.  he  divides  the  curve  into 
eighteen  parts,  the  average  range  of  which  is  5*5  per  cent. 
Half  of  this  is  2*7  per  cent.,  and  the  overlaps  of  my  curve  are 
2*5  per  cent,  and  4  per  cent,  at  the  two  ends  respectively. 

It  is  true  that  the  distance  between  the  breaks  under  con- 
sideration is  considerably  over  the  average  for  the  whole 
range  ;  but  that  no  argument  can  be  based  on  this  is  proved 
by  ftie  fact  that  in  one  case  (viz.  between  72*8  per  cent,  and 
78  per  cent.)  it  is  a  little  less  than  the  average. 

As  to  Mr.  Pickering's  argument  in  the  footnotes  on  p.  138, 
in  which  he  urges  the  uncertainty  of  his  own  observations  in 
support  of  the  view  that  the  end  of  my  curve  may  be  nearer 
to  a  break  than  appears  from  the  numbers  he  himself  quotes, 
I  can  only  say,  that  a  research  cannot  be  propped  up  by  its 
own  uncertainty. 

I  have  discussed  these  arguments  of  Mr.  Pickering  because 
I  wish,  as  far  as  possible,  to  meet  him  on  his  own  ground,  but 
I  must  frankly  say  that  I  do  not  think  the  discussion  can  with 
advantage  be  carried  further,  and  I  hope  that  he  will  not 
think  that  I  admit  the  validity  of  any  further  arguments  he 
may  adduce  if  I  do  not  answer  them. 

No  definite  mathematical  method  for  deciding  how  the 
results  of  a  group  of  experiments  can  best  be  graphically  or 
analytically  respresented  exists. 

Hence  the  discussion  becomes  a  wearisome  argument  as  to 
how  a  ruler  may  be  held,  whether  curves  have  "  numps  "  and 
the  like. 

I  have  answered  Mr.  Pickering's  arguments  on  such  points 
because  I  wished  at  the  end  to  take  a  wider  point  of  view 
without  being  charged  with  having  evaded  them. 

The  state  of  the  question  appears  to  me  now  to  be  as 
follows  : — 

Mr.  Pickering  claims  to  have  established  the  existence  of 
certain  hydrates  of  sulphuric  acid  by  detecting  discontinuities 
in  the  curves  which  represent  the  physical  properties  of 
solutions  of  the  acid.  He  asserts  that  the  evidence  is  cumu- 
lative, but  it  would  avowedly  take  months  to  examine  it  all  in 
minute  detail.  I  have  therefore  sampled  it.  I  took  what  I 
have  every  reason  to  believe  Mr.  Pickering  considers  to  be 
the  best  part  of  his  work,  the  determination  of  the  densities. 
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I  chose  that  one  of  the  four  cnrves  which  appeared  to  me 
(judging  from  Mr.  Pickering's  figures)  to  be  oased  on  ob- 
servations which  were  especifuly  free  from  abnormal  errors. 

I  chose  that  part  of  tnis  curve  which  passed  through  the 
percentage  corresponding  to  the  hydrate  which  Mr.  Pickering 
nas  isolated,  and  a  range  which  is  about  one  third  of  the 
whole.  As  the  result  there  are  now  extant  three  representa- 
tions of  the  part  of  the  curve  which  I  studied  : — 

(1)  Mr.  rickering's  drawings,  which  show  four  discon- 
tinuities. 

(2)  My  curve,  which  Mr.  Pickering  frankly  admits  agrees 
with  the  '^  experimental  results  just  as  satisfactorily  as  [his] 
own  drawings  do  ''  (p.  136). 

(3)  Mr.  Pickering  has  himself  put  forward  a  new  solution 
(footnote,  p.  141)  m  which  he  divides  the  range  into  two 
parts  by  means  of  two  curves,  which  agree  with  my  single 
curve  so  closely  that  he  himself  states  "  that  the  magnitude  of 
the  error  will  not  help  us  to  decide  between  their  respective 
merits." 

Now  amid  all  the  discussion  as  to  whether  the  results  are 
best  represented  by  continuous  or  discontinuous  curves,  one 
thing  is  certain.  Any  peculiarity  in  a  curve  on  which 
argument  is  founded  must  be  proved  to  be  outside  the  error 
of  experiment.  No  weight  can  be  attached  to  a  representa- 
tion which  is  not  unique  in  the  sense  that  no  other  is  com- 
patible with  the  observations  when  all  allowance  is  made  for 
experimental  error.  Mr.  Pickering's  first  solution  (the  four- 
break  one)  is  not  unique.  He  has  himself  offered  another 
(one  break)  and  I  have  contributed  a  third  (no  breaks),  all  of 
which  by  his  own  admission  are  such  "  that  the  magnitude  of  the 
error  will  not  help  us  to  decide  between  their  respective  merits.'' 
Put  briefly,  the  observations,  accurate  and  numerous 
as  they  are,  are  not  accurate  enough  and  not  numerous 
enough  to  decide  whether  the  18°  density  curve  is  or  is  not 
discontinuous  between  47  per  cent,  and  80  per  cent.  This  is 
what  I  claimed  to  have  established,  and  Mr.  Pickering  has 
joined  forces  with  me  by  producing  a  second  solution  of  his  own. 

As  to  the  deductions  which  are  to  be  drawn  from  this 
conclusion,  1  have  previously  expressed  the  opinion  that  Mr. 
Pickering  will  enjoy  a  certain  dialectical  advantage  until 
some  of  his  other  curves  have  been  examined  in  detail,  and 
that  I  do  not  intend  to  undertake  that  examination  (which  will 
be  lengthy  and  troublesome)  myself. 

Absolutely  convinced,  as  of  course  I  am,  of  his  bona  JideSy 
I  am  not  disposed  to  ignore  his  arguments  as  to  the  con- 
cordance of  his  results,  or  to  generalize  hastily  from  my  own 
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inyestisatioD.  I  do  not  therefore  either  affirm  or  deny  his 
conclusionB.  I  do  affirm  that  they  are  supported  by  a  rope 
of  argument  to  the  strength  of  wnich  the  one  strand  which  I 
have  tested  contributes  nothing.  It  is  difficult  to  believe  in 
discontinuities  which  their  discoverer  himself  abandons  in  the 
heat  of  argument  by  showing  that  his  original  solution  may 
be  replaced  by  another  in  which  three  may  be  entire  curves 
and  parts  of  two  others  replaced  by  two  only. 

XX.   On  the  Theory  of  Surface  Forces. — II.   Compressible 
Fluids.    By  Lord  Kayleigh,  Sec.  iZ./S.* 

IN  the  first  jpart  of  the  paper  published  under  the  above  title 
(Phil.  Mag.,  Oct.  and  Dec.  1890)  the  theory  of  Young 
and  Laplace  was  considered,  and  further  developed  in  certain 
directions.  The  two  leading  assumptions  of  this  theory  are 
(1)  that  the  range  of  the  cohesive  forces,  though  very  small 
in  comparison  with  the  dimensions  of  ordinary  bodies,  is 
nevertheless  large  in  comparison  with  molecular  distances,  so 
that  matter  may  be  treated  as  continuous  ;  and  (2)  that  the 
fluids  considered  are  incompressible.  So  far  as  I  am  aware, 
there  is  at  present  no  reason  to  suppose  that  the  applicability 
of  the  results  to  actual  matter  is  greatly  prejudiced' by  imper- 
fect fulfilment  of  (1) ;  but,  on  the  other  nand,  the  assumption 
of  incompressibility  is  a  somewhat  violent  one,  even  in  the 
cases  of  liquids,  and  altogether  precludes  the  application  of 
the  theory  to  gases  and  vapours.  In  the  present  communica- 
tion an  attempt  is  made  to  extend  the  theory  to  compressible 
fluids,  and  especially  to  the  case  of  a  liquid  in  contact  with 
its  own  vapour,  retaining  the  first  assumption  of  continuity, 
or  rather  of  ultimate  homogeneity.  There  will  not  be  two 
opinions  as  to  the  advantage  of  the  extension  to  compressible 
fluids ;  but  some  may  perhaps  be  inclined  to  ask  whether  it  is 
worth  while  to  spend  labour  upon  a  theory  which  ignores  the 
accumulated  evidence  before  us  in  favour  of  molecular  struc- 
ture. To  this  the  answer  is  that  molecular  theories  are 
extremely  difficult,  and  that  the  phenomenon  of  a  change  of 
state  from  vapour  to  liquid  is  of  such  extreme  importance  as 
to  be  worthy  of  all  the  light  that  can  be  thrown  upon  it.  We 
shall  see,  I  think^  that  a  sufficient  account  can  be  given 
without  introducing  the  consideration  of  molecules,  which  on 
this  view  belongs  to  another  stage  of  the  theory. 

If  ^  denote  the  ordinary  hydrostatical  pressure  at  any  point 
in  the  interior  of  a  self-attracting  fluid,  p  the  density,  and  V 
the  potential,  the  equation  of  equilibrium  is 
♦  Communicated  by  the  Author. 
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dp^pdV (1) 

If^  as  Yfe  shall  here  suppose,  the  matter  be  arranged  in  plane 
strata^  the  expression  for  the  potential  at  any  point  is 

Y=2^C^  p'ylr{z)dz, (2) 

%/ — OD 

where  p'  is  the  density  at  a  distance  z  from  the  point  in 
question.     Expanding  in  series,  we  may  write 

,  dp        ^    d^p 

so  that 

V=2K./>  +  2L^+...,     ....     (3) 

where 

K=27rr   ^t{^)dz,    L=7rr   ;^^P'{z)  dz.  ...     (4) 
Jo  Jo 

The  integrals  involving  odd  powers  of  z  disappear  in  virtue  of 
the  relation  y^{'-z)=y^(z). 

We  may  use  (3)  to  form  an  expression  for  the  pressure 
appKcable  to  regions  of  um/orm  density  (and  potential). 
Thus,  integrating  (1)  from  a  place  where  p=Pi  to  one  where 
p=p2y  we  have 

=2K(/o,«-p,«)  -^dp{2Kp+2JjcPpldi^  +  .. .  \ 

In  the  latter  integral  each  term  vanishes.    For  example, 

js*=»>(i)"=i(i):-*(»:. 

and  at  the  limits  all  the  differential  coeflBcients  of  p  vanish 
by  supposition.  Thus,  in  the  application  to  regions  of  uniform 
density — uniform,  that  is,  througn  a  space  exceeding  the  range 
of  the  attractive  forces, 

p»-pi=K{p,'-p^)i (5) 

or,  as  we  may  also  write  it, 

prr-CJ  +  Kp^ (6) 

where  -bj  is  a  constant,  denoting  what  the  value  of  ©  would  be 
in  a  region  where  p=0.  We  may  regard  -bj  as  the  external 
pressure  operative  upon  the  fluid.    Equation  (5)  may  also  be 
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obtained,  less  analytically,  by  the  argument  employed  upon  a 
former  occasion*,  and  still  more  simply  perhaps  by  considera- 
tion of  the  forces  operative  upon  the  entire  mass  of  fluid 
included  between  the  two  strata  in  question  regarded  as  a 
rigid  body.  It  is  very  important  to  remember  that  it  ceases 
to  apply  at  places  where  p  is  varying,  and  that  unless  the  strata 
are  plane  it  requires  correction  even  in  its  application  to 
regions  of  uniform  density. 

In  the  case  of  a  uniform  medium,  (6)  gives  the  relation 
between  the  external  pressure  rsr,  measured  in  experiments, 
and  the  total  internal  pressure  »,  found  by  adding  to  the 
former  the  intrinsic  pressure  Kp\  By  the  constitution  of  the 
medium,  independently  of  the  self-attracting  property,  there 
IS  a  relation  between  p  and  p,  and  thence,  by  (6),  oetween 
«r  and  p.  If  we  suppose  that  the  medium,  freed  from  self- 
attraction,  would  obey  Boyle's  kw,  jo=i/),  and 

t!r=*p-Kp2 (7) 

According  to  (7),  when  p  is  very  small,  -bj  varies  as  p.  As 
p  increases,  -cr  increases  with  it,  until  p=*/2K,  when  -cr 
reaches  a  maximum.  Beyond  this  point  -or  diminishes  as  p 
increases,  and  this  without  limit.  The  curve  which  represents 
the  relationship  of  in  and  p 
is  a  parabola  ;  and  it  is  evi-  Fig.  1. 

dent  that  all  beyond  the 
vertex  represents  unstable 
conditions.  For  at  any  point 
on  this  portion  the  pressure 
diminishes  asp  increases.  If, 
therefore,  the  original  uni- 
formity were  slightly  dis- 
turbed, without  change  of 
total  volume,  one  part  of 
the  fluid  becoming  denser 
and  the  other  rarer  than 
before,  the  latter  would  tend  still  further  to  expand  and  the 
former  to  contract.  And  according  to  our  equations  the  col- 
lapse would  have  no  limit. 

Points  on  the  parabola  between  0  and  the  vertex  represent 
conditions  which  are  stable  so  far  as  the  interior  of  the  fluid 
is  concerned,  but  it  may  be  necessary  to  consider  the  action 
of  the  walls  upon  the  fluid  situated  in  their  neighbourhood. 
The  simplest  case  is  when  the  containing  vessel,  which  may 
be  a  cylinder  and  piston,  exercises  no  attraction  upon  the 
fluid.  The  fluid  may  then  be  compressed  up  to  the  vertex  of 
*  "On  Laplace's  Theory  of  Capillarity,"  Phil  Mag.  Oct.  1883. 
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the  parabola  without  losing  its  uniformity  or  becoming  un- 
stable. If;  however,  there  be  sufficient  attraction  between 
the  walls  of  the  vessel  and  the  fluids  instability  leading  to 
total  collapse  will  set  in  before  the  vertex  is  reacned. 

It  will  be  seen  that  condensation  to  a  denser  state  is  easily 
explained^  without  any  reference  to  molecules,  as  a  direct 
consequence  of  self-attraction  in  a  medium  otherwise  obeying 
Boyle's  law.  The  objection  that  may  be  raised  at  this  point 
is  rather  that  the  explanation  is  too  good,  inasmuch  as  it 
points  to  indefinite  collapse,  instead  of  to  a  high,  but  finite, 
contraction  in  the  condensed  part. 

A  simple  and  well-known  modification  provides  an  escape 
from  a  conclusion  which  follows  inevitably  from  a  rigorous 
application  of  Boyle's  law.  A  provision  is  required  to  prevent 
extreme  collapse,  and  this  we  may  find  in  the  assumption  that 
a  constant  must  be  subtracted  from  the  volume  in  order  to 
obtain  the  quantity  to  which  the  pressure  is  proportional. 
In  this  case*  it  is  tsual  and  convenient  to  express  the  relation 
by  the  volume  v  of  the  unit  mass,  rather  than  by  the  density. 

p(y—b)= constant, 


or 


(-BJ  +  K/v^)(y — ft) = constant. 


(8) 


the  well-known  equation  of  Van  der  Waals.  Here  b  is  the 
smallest  volume  to  which  the  fluid  can  be  compressed  ;  and 
under  this  law  the  collapse  of  the  fluid  is  arrested  at  a  cer- 
tain stage,  equilibrium  being  attained  when  the  values  of  vr  are 
again  equal  for  the  condensed  and  uncondensed  partsof  the  fluid. 
According  to  (8),  there  are  three  values  of  v  corresponding 
to  a  given  xsr.  Below  the  critical  temperature  the  three 
values  are  real,  and  the  isothermal  curve  assumes  the  form 
ABODEFGH  (fig.  2)  suggested  by  Prof.  James  Thomson. 
The  part  D  F  is  unrealizable  for 
a  fiuid  in  mass,  being  essen- 
tially unstable  ;  but  the  parts 
A  D,  F  H  represent  stable  con- 
ditions, so  far  as  the  interior 
of  the  homogeneous  fluid  is 
concerned.  The  line  C  G  re- 
presents the  (external)  pressure 
at  which  the  vapour  can  exist 
in  contact  with  the  liquid  in 
mass,  and  the  isothermal  found 
by  experiment  is  usually  said 
tobeHGECBA.  Thisstate- 
ment  can  hardly  be  defended. 
If  a  vapour  be  compressed  from  H  through  G,  it  can  only 
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travel  along  the  straight  line  from  Qt  towards  E  under  very 
peculiar  conditions.  Apart  from  the  action  of  the  walls  of 
the  containing  vessel,  and  of  suspended  nuclei,  the  path  from 
G  to  F  must  be  followed.  The  path  from  G  to  E  implies  that 
the  vapour  at  G  is  in  contact  with  the  liquid  in  mass.  This 
is  bv  supposition  not  the  case  ;  and  the  passage  in  question 
could  only  be  the  result  of  foreign  matter  whose  properties 
happened  to  coincide  with  those  of  the  liquid.  If  the  walls 
attract  the  vapour  less  than  the  vapour  attracts  itself,  they 
cannot  promote  condensation,  and  the  path  H  Q  F  must  be 

Eursued.  In  the  contrary  case  condensation  must  begin 
efore  Q  is  reached,  although  it  may  be  to  only  a  limited 
extent.  Probably  the  latter  is  the  state  of  things  usually  met 
with  in  practice.  So  soon  as  the  walls  are  covered  with  a 
certain  thickness  of  liquid,  the  path  coincides  with  a  portion 
of  GE  C,  and  the  angle  at  Gis  onlv  slightly  rounded  off. 

Similar  considerations  apply  at  the  other  end  of  the  straight 
course.  If  the  liquid  be  expanded  through  0,  it  will  not,  in 
general,  pass  along  G  E,  but  will  continue  to  pursue  the  curve 
C  D,  and,  will  even  attain  the  limit  D,  if  the  attraction  of  the 
walls  upon  the  liquid  be  not  less  than  that  of  the  liquid  upon 
itself.  In  the  contrary  case  separation  will  suddenly  occur  at 
a  point  upon  the  wall,  a  bubble  of  vapour  will  be  formed,  and 
a  point  on  the  straight  line  C  E  will  be  attained.  It  is  thus 
scarcely  conceivable  that  a  fluid  should  follow  the  broken 
course  A  B  C  E  G  H  without  some  rounding  of  the  comers,  or 
else  of  overshooting  the  points  C,  G,  with  subsequent  precipi- 
tation upon  the  line  C  E  G. 

A  very  important  question  is  the  position  of  the  line  C  G. 
Maxwell  *  showed  that  inasmuch  as  the  area  of  the  curve 
represents  work  performed  at  a  constant  temperature,  it  must  be 
the  same  for  the  complete  course  as  for  the  broken  one.  The 
line  C  G  is  therefore  so  situated  as  to  cut  off  equal  areas  above 
and  below. 

This  discussion  is  of  course  quite  independent  of  the  precise 
form  of  the  relation  between  p  and  v.  All  that  is  necessary 
is  such  a  modification  of  Boyle's  law  at  great  densities  as  will 
secure  the  fluid  against  indefinite  collapse  under  the  influence 
of  its  self-attraction. 

We  will  now  pass  to  the  question  of  the  transition  from 
liquid  to  vapour,  still  supposing  the  strata  to  be  plane.  This 
is  a  problem  considered  by  Maxwell  in  his  article  upon 
^  Capillary  Action"  in  the  EncyclopoBdia  Britannica  f;  but 

•  '  Nature/  voL  xi.  p.  868, 1876 ;  Reprint,  vol.  ii.  p.  418. 
t  Reprint,  toL  ii.  p.  660. 


Digitized  by 


Google 


J" 


214  Lord  Rayleigh  on  the 

liis  solution  appears  to  me  to  be  vitiated  by  more  than  one 
oversight.  Bj  differentiation  of  (6)  he  obtains  (with  A  written 
forK) 

dp^2Apdpf 
and  thence,  by  (I), 

2Apdp^pdV; 
so  that 

V = 2Ap  +  constant. 

In  the  subsequent  argument  the  identity  of  A  with  K  is 
overlooked ;  and  the  whole  process  is  vitiated  by  the  illegiti- 
mate differentiation  of  (6),  which  is  only  applicable  at  places 
where  p  is  not  varying.  The  final  result,  which  appears  to 
be  arrived  at  without  any  assumption  as  to  the  physical  con- 
nexion between  p  and  p,  is  thus  devoid  of  significance. 

Let  us  integrate  (1)  from  a  place  in  the  vapour  round 
which  the  density  has  the  uniform  value  pi  to  a  place  in  the 
liquid  where  the  uniform  density  is  pj.     Thus 

'^''^=V,-Vi=2K(p,-ft),  .    .    .    •     (9) 
;(i)  P 

by  (3) .  The  external  pressure  is  uniform  throughout,  and 
may  be  denoted  by  -c/;  and  by  (6), 

tD^=J9,-Kpj»=/?3-Kp2« (10) 

At  places  where  p  is  varying,  that  is  in  the  transitional  layer, 
«r,  as  given  by  (6),  does  not  represent  the  external  pressure ; 
but  we  will  still  regard  it  as  defined  analytically  by  (6). 
Thus 

By  comparison  of  (9)  and  (11), 

^^dp^O; (12) 

or  on  integration  by  parts, 

-1     +t      %dp^O. 
PJ(i)    J(i)P 

The  values  of  'sr  at  the  limits  are  the  same,  and  have  been 
denoted  by  «r^.     Hence 

^dp=0 (13) 


j" 


J(i) 
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Since  dpjp^  Oidv^  this  equation,  obtained  by  purely  hydro- 
statical  methods  applied  to  the  liquid  and  vapour  and  the 
layer  of  transition  between  them,  has  precisely  the  same  sig- 
nificance as  Maxwell's  theorem  upon  the  position  of  the  line 
C  G  in  J.  Thomson^s  diagram.  In  that  theorem  «r  represents 
the  external  pressure  that  would  be  exerted  by  the  fluid  in 
various  states  of  uniform  density,  some  of  which  are  not 
realizable.  In  the  subject  of  the  present  investigation  all  the 
densities  intermediate  between  those  of  the  vapour  and  liquid 
actually  occur ;  but,  except  at  the  extremities,  tr  no  longer 
represents  external  pressure. 

The  explanation  of  the  stable  existence  in  the  transitional 
layer  of  certain  densities  which  would  be  unstable  in  mass, 
depends  of  course  upon  the  fact  that  in  the  transitional  layer 
the  complete  self-attraction  due  to  the  density  is  not  developed 
in  consequence  of  the  rapid  variation  of  density  in  the 
neighbourhood. 

The  distribution  of  density  in  the  transitional  layer,  and  the 
tension  of  the  surface,  can  only  be  calculated  upon  the  basis  of 
a  knowledge  of  the  physical  constitution  of  the  fluid  as  ex- 
pressed by  the  relation  between  p  and  p,  and  by  the  law  of 
self-attraction.  Poisson's  contention  that  the  surface-tension 
cannot  be  found  upon  the  supposition  of  an  abrupt  transition 
from  the  liquid  to  its  vapour  is  evidently  justified ;  and  since 
the  thickness  of  the  layer  of  transition  is  necessarily  of  the 
order  of  the  range  of  the  attraction,  it  follows  that  the  cor- 
rection for  gradual  transition  is  not  likely  to  be  small.  A 
complete  calculation  of  a  particular  case  would  be  of  interest, 
even  on  rather  forced  suppositions;  but  the  mathematical 
difiiculties  are  considerable.  An  approximate  investigation 
might  be  conducted  as  follows : — 

From  (1)  and  (3), 

>=V=p.2K+g2L  +  ... 

If  we  neglect  the  terms  in  d^pfd^^  &c.,  this  becomes 

2^S=Jf-2K.P=/W-2K.p,      .    .    (U) 

where  f(p)=^^dp/p  is  a  function  of  p  given  by  the  consti- 
tution of  the  medium. 

Equation  (14)  may  now  be  integrated  by  quadratures. 


J 


^  {tJ-Sf^)^p'^' 
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and 

''=1^*S{SMdp-'K-p']'*dp (15) 

It  is  possible  that  a  graphical  process  would  be  found  suitable. 
Equation  (14)  determines  the  curvature  at  any  point  of  the 
curve  representing  the  relation  between  p  and  z  in  terms  of 
the  coordinates  and  the  slope. 

When  the  relation  between  p  and  z  is  known,  the  calcula- 
tion of  the  surface-tension  is  a  matter  of  quadratures.  Probably 
the  simplest  way  of  considering  the  question  is  to  regard  the 
free  surface  as  spherical  (liquid  within  and  vapour  without), 
and  to  calculate  the  diflforence  of  pressures. 

We  have  from  (1), 


(16) 


J(l)  •/(!)  "^ 

z  being  measured  outwards  along  the  radius.     The  question  is 
thus  reduced  to  the  determination  of  V  at  the  various  points 

Fig.  8. 


of  the  layer  of  transition,  for  all  of  which  2r=R  approximately. 
Let  P  (fig.  3)  be  a  point  at  which  V  is  to  be  estimated, 
so  that  OP=c,  and  let  AQB  be  a  spherical  shell  of  radius 
z— fj  of  thickness  df,  and  of  density  p'.  We  have  first  to 
estimate  the  potential  dV  of  this  shell  at  P. 
The  element  of  mass  at  Q  is 

p'.2ir  sin  ede\zS)^d^. 
If,  as  before,  <}>{/)  express  the  ultimate  law  of  attraction,  and 


n(/)=J".^(/)d/, 


we  have  to  multiply  the  above  element  of  mass  by  II(/). 
Now 

/»«PQ>=2«  +  (z-S)»-2z(^-0  cos  0, 
80  that 

— rfCOS^=     /     •^j;r. 
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The  element  of  the  potential  is  therefore 

2V(^-0dr,n(/)/d/. 

In  the  integration  the  limits  of/ are  AP  and  BP.  The  former 
is  denoted  by  f,  and  the  latter  may  be  identified  with  oo , 
since  x:  or  R  is  supposed  to  be  a  very  large  multiple  of  the 
ran^e  of  the  forces.  Accordingly  for  the  potential  at  P 
of  the  whole  shelly  we  have 

^^|V(^-|KM),     .     .    .    .(17) 
where,  as  usual, 

t(r)=rn(/)/4/'.  ....  (18) 

To  find  the  whole  potential  at  P,  (17)  must  be  integrated  with 
respect  to  f  from  —  oo  to  +oo ,  p'  being  treated  as  a  function 
of  f.  As  we  need  only  consider  P  near  the  layer  of  transition^ 
c  in  (17)  may  be  identified  with  R. 

If  the  transition  is  continuous,  we  may  expand  p*  in  the 
series 

and  then  at  the  point  P, 

where  (as  in  Maxwell's  "  Capillary  Action  ") 

M=  f  J_7  ^^{^)dK,  N=  |i  J_7? V{r)rfr .  .  (20) 

Phil.  Mag.  S.  5.  Vol.  33.  No.  201.  Feb.  1892.  Q 
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When  (19)  is  multiplied  by  dp/dz  and  integrated  across  the 
whole  layer  of  transition^  we  get  for  the  part  independent 
ofR, 

simply,  all  the  other  terms  in  L,  M, .  • .  vanishing.  Hence 
by  (16),  with  integration  by  parts, 

i>2-;>i=K(p2^-Pi') 

The  first  term  upon  the  right  in  (21)  is  the  same  as  when 
the  strata  are  plane.  The  second  gives  the  capillary  tension 
(T),  and  we  conclude  that  when  the  transition  is  continuous 

--j:(S)'---j;:©'^ « 

From  these  results  we  see  that  "the  existence  of  a  capillary 
force  IS  connected  with  suddenness  of  transition  from  one 
medium  to  another,  and  that  it  may  disappear  altogether  when 
the  transition  is  sufficiently  gradual"*. 

The  series  (22)  would  probably  suffice  for  the  calculation 
of  surface-tension  between  liquid  and  vapour  when  once  the 
law  connecting  p  and  z  is  known.  It  is  possible,  however, 
that  its  convergence  would  be  inadequate,  and  in  this  respect 
it  must  certainly  fail  to  give  the  result  for  an  abrupt  transition. 
In  the  latter  case,  where  the  whole  variation  of  density  occurs 
at  one  place,  (16)  becomes 

P2-Pi=2K{p^^p,')'^{p,'-p,)Y,    .    .    .     (23) 
V  relating  to  the  place  in  question.     And  by  (17) 

v=r*"2V(i-?/R)^(?K 

Thus 

P3-jr>,=K(p/-p.»)  +  2T/R,  .    .    .    .    (24) 

*  «  On  Laplace's  Theory  of  Capillaritj,"  Phil.  Mag,  OctoW  1883. 
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if 


T=Tj^';:v<r)«/c.(/>,-Pi)',  .  . 


(25) 


where  (25)  agrees  with  the  valne  of  the  tension  found  for  this 
case  by  Laplace. 

In  the  application  to  a  sphere  of  liquid  surrounded  by  an 
atmosphere  of  vapour,  equations  (9),  (11),  (12)  remain  un- 
changed, in  spite  of  the  curvature  of  the  surface.  If  w''  denote 
the  external  pressure  acting  upon  the  vapour, 

p,=^'  +  Y.p,*, (26) 

jo,=«"  +  Kp,«  +  2T/R.     .    .    .     (27) 

The  symbol  «  is  still  regarded  as  defined  algebraically  by 
(6),  so  that 

t!r,=«r",    «r,=tir"  +  2T/R (28) 

Integrating  (12)  by  parts,  we  find 

Pi       Pi      Jo)/> 
or  by  (28), 

j;=^Vi=o.....(.) 

In  this  equation  tr  is  a  known  function  of  p.  If  we  com- 
pare it  with  (13),  where  af'  represents  the  external  pressure 
of  the  vapour  in  contact  with  a  plane  surface  of  liquid,  we 
shall  be  able  to  estimate  the  effect  of  the  curvature.  It  is  to 
be  observed  that  the  limits  of  integration  are  not  the  same  in 
the  two  cases.  If  we  retain  pi,  p^  for  the  plane  surface,  and 
for  the  curved  surface  write  p^  +  Spi.  p^  +  hp2j  wo  have  from  (29) 

or  by  (28), 

The  limits  of  integration  are  now  the  same  as  in  (1»3),  so 
that  by  subtraction 


or 

i^'=i^+  ?^^'- (31) 

Pj— Pi 
Q2 
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This  is  the  value  for  the  excess  of  vapour-pressure  in  equi- 
librium with  a  convex  surface  that  is  given  in  Maxwell's 
"  Heat  *'  as  a  deduction  from  Sir  W.  Thomson's  principle. 

The  application  of  this  principle  may  be  extended  in  another 
direction.  When  liquid  rises  in  a  capillary  tube  open  above, 
the  more  attenuated  vapour  at  the  upper  level  is  in  equilibrium 
with  the  concave  surface,  and  the  more  dense  vapour  below  is 
in  equilibrium  with  the  plane  surface  ot  the  liquid.  But,  as 
was  pointed  out  in  the  former  paper,  the  rise  of  liquid  is  not 
limited  to  the  height  of  the  meniscus.  Above  that  point  the 
walls  of  the  tube  are  coated  with  a  layer  of  fluid,  of  gradually 
diminishing  thickness,  less  than  the  range  of  forces,  and 
extending  to  an  immense  height.  At  every  point  the  layer  of 
fluid  must  be  in  equilibrium  with  tfie  vapour  to  be  found  at  tfie 
same  level.  The  data  scarcely  exist  for  anything  like  a  pre- 
cise estimate  of  the  effect  to  be  expected,  but  the  argument 
suffices  to  show  that  a  solid  body  brought  into  contact  with 
vapour  at  a  density  which  may  be  much  below  the  so-called 
point  of  saturation  will  cover  itself  with  a  layer  of  fluid,  and 
that  this  layer  mav  be  retained  in  some  degree  even  in  what 
passes  for  a  good  vacuum.  The  fluid  composing  the  layer, 
though  denser  than  the  surrounding  atmosphere  of  vapour, 
cannot  properly  be  described  as  either  liquid  or  gaseous. 

In  our  atmosphere  fresh  surfaces,  e.  g.  of  split  mica  or  oi 
mercuiy,  attract  to  themselves  at  once  a  coating  of  moisture. 
In  a  few  hours  this  is  replaced,  or  supplemented,  by  a  layer  of 
grease,  which  gives  rise  to  a  large  variety  of  curious  pheno- 
mena. In  the  case  of  mica  the  fresh  surface  conducts  elec- 
tricity, while  an  old  surface,  in  which  presumably  the  moisture 
has  been  replaced  by  grease,  insulates  well. 


XXI.  Some  Eaperitnents  with  a  Platinum  Pyrometer  on  the 
Melting-points  of  Gold  and  Silver,  By  H.  L.  Callbndab, 
M.A.f  Fellow  of  Trinity  College ,  Cambridge^. 

[Plato  v.] 

IN  a  paper  which  appeared  in  the  Philosophical  Magazine 
for  July  1891  I  alluded  to  some  experiments  I  had  made 
with  a  platinum  pyrometer  on  the  melting-point  of  silver,  and 
stated  that  the  readings  of  these  instruments  were  constant  to 
a  tenth  of  a  degree  at  temperatures  above  1000°  C. 

Tbrouffh   the   kindness   of  Prof.    Roberts-Austen  I  have 
recently  had  an  opportunity  of  making  some  further  experi- 


Coxnmunicated  by  the  Author. 
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ments  on  the  melting-points  of  gold  and  silver  at  his  laboratory 
at  the  Royal  Mint.  Professor  Boberts-Austen  himself  sug- 
gested most  of  the  experiments,  and  verified  some  of  the 
observations.  The  resolts  are  interesting,  not  only  as  con- 
firming his  experiments,  but  also  as  showing  the  applicability 
of  the  platinum  pyrometer  to  the  accurate  observation  of  small 
changes  in  the  freezing-points  of  alloys  at  high  temperatures. 

The  pyrometer  used  was  constructed  as  described  in  my 
previous  paper.  It  had  a  scale  of  1  centimetre  to  the  degree, 
and  the  galvanometer  was  so  sensitive  that  it  was  possible  to 
read  the  scale  loith  certainty  to  a  tenth  of  a  degree  at  1000°  0. 

The  first  experiment  was  an  observation  of  the  freezing- 
point  of  a  specimen  of  gold  containing  as  impurity  a  small 
percentage  (0*05)  of  silver,  which  Prof.  Roberts-Austen  has 
shown  to  have  very  little  effect  in  lowering  the  freezing-point, 
as  it  possesses  very  nearly  the  same  atomic  volume*.  It 
probably  tends  to  crystallize  out,  when  present  in  small 
quantities,  isomorphously  with  the  gold. 

About  10  ounces  of  gold  were  melted  in  a  clay  crucible  in  a 
small  Fletcher  oxygen  furnace  and  allowed  to  cool.  The 
temperature  of  the  metal  was  observed  to  fall  rapidly  till  the 
freezing-point  was  reached.  It  then  remained  steady  to  a 
tenth  of  a  degree  for  a  minute  or  two  at  pt  =  902^'2  (on  the 
platinum  scale)  while  the  metal  was  solidifying.  Tne  gold 
was  then  again  melted  and  well  stirred  and  another  reading 
was  taken.  The  result  found  was  pt  =  902^*3,  differing  by 
only  a  tenth  of  a  degree  from  the  preceding. 

in  order  to  test  the  effect  of  the  addition  of  silver  in  lower- 
ing the  freezing-point  the  mass  was  well  heated,  and  0*5  per 
cent,  of  silver  was  added  to  it.  A  rough  observation  taken 
while  cooling  gave  pt  =  901°'5.  The  metal  was  again 
cautiously  melted  and  continuously  stirred  while  cooling. 
An  observation  of  the  freezing-point  gave  pt  =901°'8.  TMs 
was  repeated  with  the  result  j[?f=  901°* 9.  This  seems  to  show 
that  the  effect  of  silver  in  lowering  the  freezing-point,  though 
very  slight,  is  still  distinctly  appreciable. 

Some  observations  of  the  melting-point  of  the  metal  were 
taken  as  well  as  the  freezing-point,  but  it  was  not  found 
possible  to  make  the  conditions  during  heating  as  uniform  as 
daring  cooling.  It  was  observed  that  the  tempemture  rose 
rapidly  up  to  near  the  freezing-point  and  then  very  slowly 
for  2  or  3  degrees  till  the  whole  was  melted,  when  the  tem- 
perature again  rose  rapidly.  The  solid  metal  cannot  be 
stirred,  so  that  one  part  melts  before  the  other,  even  if  the 

•  Proc.  Roy.  Soc,  March  1891,  p.  355. 
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heat  be  very  gradaallj  and  uniformly  applied  ;  but  it  was 
found  that  the  more  uniform  and  gradual  the  heating,  the 
more  closely  the  melting-point  agreed  with  the  freezing-point. 
In  one  case  the  whole  of  the  metal  was  melted  within  half  a 
degree  above  the  freezing-point. 

An  experiment  was  then  tried  in  order  to  ascertain  the 
effect  of  adding  aluminium  to  the  gold  contaminated  with 
silver.  The  gold-silver  alloy  was  raised  to  a  temperature 
about  10°  above  its  melting-point,  and  0*5  per  cent,  of  AI 
was  added  to  it  and  stirred  in  with  a  red-hot  pipe-clay  rod. 
Considerable  heat  was  evolved  in  the  combination*  As 
the  mass  cooled,  portions  of  the  metal  began  to  solidify  at 
the  bottom  at  a  temperature  very  little  lower  than  the 
freezing-point  of  gold,  but  there  was  no  well-defined  arrest 
in  the  fall  of  temperature  at  any  point.  A  layer  of  metal  at 
the  top  remained  in  a  gritty  and  pasty  condition,  as  tested  by 
the  stirrer,  and  did  not  ultimately  solidify  till  the  mass  had 
cooled  down  to  a  temperature  of  about  600°  C. 

The  pyrometer  was  then  melted  out  and  tested  for  change 
of  zero  by  comparing  it  with  a  mercury-thermometer  in  a 
vessel  of  cold  water.    No  change  of  zero  could  be  detected. 

An  experiment  was  next  tried  on  the  freezing-point  of  a 
nearly  pure  specimen  of  silver  (99*97  per  cent.).  About 
7  ounces  of  the  metal  were  melted  as  before  in  the  oxygen 
furnace.  The  temperature  of  the  mass  did  not  become  quite 
steady  during  solidification,  but  fell  slowly  from  pi =829' 7  to 
pt=b29'0. 

This  result  was  somewhat  unexpected.  In  my  own  expe- 
riments above  mentioned  I  had  used  some  27  ounces  of  silver, 
the  fineness  of  which  was  about  99*9  per  cent.  The  freezing- 
point  had  always  been  sharply  marked  within  a  tenth  of  a 
degree  of  p<=830°*0  with  this  pyrometer.  With  the  purer 
specimen  now  used  we  expected  to  find  a  higher  result.  On 
repeating  the  experiment,  however,  the  same  effect  was 
observed.  It  was  noticed  that  the  silver  began  to  "spit" 
violently  about  8°  below  its  freezing-point,  and  that  its  tem- 
perature fell  some  20°  very  rapidly  while  the  spitting  con- 
tinued*. In  my  previous  experiments  the  silver  had  been 
melted  in  a  gas-furnace  with  an  ordinary  air-blast  and  a 
reducing-fiame,  and  I  had  noticed  very  little  spitting.  Prof. 
Roberts-Austen  suggested  that  the  lowering  of  the  freezing- 

*  The  fall  of  temperature  was,  at  this  eta^e,  too  rapid  to  allow  accurate 
observations  to  be  taken  with  the  bridge-wire.  Subsequent  experiments 
by  a  different  method  show  tliat "  spitting ''  does  not  usually  begin  before 
814°  Pt.,  and  that  the  fall  of  temperature  is  more  rapid  if  there  is  no 
spitting. 
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point,  in  the  present  case  was  probably  due  to  the  occlusion  of 
oxygen. 

The  silver  was  therefore  renielted  cautionsly  with  a  smaller 
sapply  of  oxygen,  and  care  was  taken  not  to  heat  it  many 
degrees  above  its  melting-point.  The  freezing-point  was  now 
much  more  sharply  defined  at  j?<ss  829^*8,  and  there  was  far 
less  spitting. 

The  experiment  was  again  repeated,  keeping  a  small  sapply 
of  coal-gaa  on  during  cooling  to  prevent  the  absorption  of 
oxygen.  The  freezing-point  was  now  found  to  be  quite 
clearly  marked  at  jt)<e=  830^*1. 

The  above  observations  show  that  the  influence  of  the 
occluded  oxygen  cannot  be  neglected,  and,  further,  that  it  has 
the  effect^  like  many  other  impurities,  of  obliterating  the 
sharpness  of  the  freezing-point,  as  well  as  of  lowering  it. 
The  experiments  show,  however,  that  it  is  possible  to  obtain 
very  consistent  results  if  precautions  are  taken  to  prevent 
the  absorption  of  oxygen. 

The  silver  was  subsequently  remelted  and  0*5  per  cent,  of 
lead  was  added.  The  metal  soon  became  covered  with  a  film 
of  molten  oxide,  although  some  gas  was  left  on  to  retard  the 
oxidation.  The  freezing-point  of  the  alloy  was  fairly  well 
defined  at  pt  =  827*8.  On  taking  out  the  pyrometer  it  was 
noticed  that  the  lead  oxide  had  attacked  the  glaze  on  the 
porcelain  tube.  It  was  therefore  again  tested  in  cold  water, 
but  no  change  of  zero  could  be  detected. 

The  temperatures  so  far  have  all  been  expressed  on  the 
platinum  scale.  The  reduction  to  the  air-thermometer  scale 
is  still,  unfortunately,  subject  to  considerable  uncertainty. 

If  we  assume  the  empirical  formula 

t^pt:^B{tJIij{)\'-t/100}^    .    .    .    .     {d) 

which  holds  very  accurately  at  temperatures  up  to  500°  C, 
we  find  for  the  freezing-point  of  silver  the  value  ^=981°-6  0. 
according  to  this  pyrometer  (8=1*751). 

Becquerel  and  Riemsdyk,  however,  have  both  shown  that 
the  melting-point  of  silver  is  nearly  the  same  as  the  boiling- 
point  of  zinc.  The  latter  point  has  been  determined  by 
Deville  and  Troost*  with  a  porcelain  air-thermometer  with 
great  care.  They  find  the  figure  942°  C.  as  the  mean  of 
twenty-seven  observations  varying  between  954°  and  929°. 

*  Comptes  Hendue,  xc.  (1880),  p.  773.  Usin^  hydrogen  instead  of  air 
they  found  values  between  910°  and  925°;  using  CO.,  values  between 
1067^  and  1079P. 
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Le  Cbatelier  has  adopted  for  the  graduation  of  his  thermo- 
couples the  value  945°  C. 

I  have  myself  made  some  direct  experiments  on  the  freezing- 
point  of  silver  by  means  of  air-thermometers  with  small  bulbs, 
about  2  cubic  centim.  capacity,  both  of  platinum  and  por- 
celain. These  experiments  point  to  a  similar  result,  but 
cannot  be  considered  very  satisfactory.  The  platinum  oc- 
cludes gas,  and  the  glaze  of  the  porcelain  cracks  so  that  the 
material  becomes  porous.  I  hope  shortly  to  be  able  to  make 
some  bulbs  of  fused  silica,  which  is  a  far  more  refractory 
material,  and  ought  to  give  better  results. 

If  we  take  for  the  present  the  value  945°  C,  and  assume 
that  the  coefficient  S  in  formula  (d)  is  of  the  form  (a  +  bt)y 
we  find  for  this  pyrometer  a =2*050,  &=— '00065.  Assu- 
ming these  values,  we  find  for  the  freezing-point  of  gold  the 
figure  «= 1037°  C. 

This  is  lower  than  the  usually  accepted  figure  1045°  C, 
which  rests  mainly  on  the  experiments  of  VioUe  ;  but  if,  as 
Roberts-Austen  thinks  probable*,  VioUe's  determinations  of 
the  specific  heat  of  gold  are  low,  the  figure  he  (Yiolle) 
obtained  for  the  melting-point  of  gold  would  be  too  high. 
The  value  ^=1037°  C,  given  above,  may  therefore  prove  to 
be  the  more  correct. 

The  lowering  of  the  freezing-point  of  the  silver  by  the 
addition  of  0*5  per  cent,  of  lead  was  found  to  be  2°'3  on  the 
platinum  scale.  This  becomes  2°*9  when  reduced  to  the  air- 
thermometer  scale. 

The  alloy  was  subsequently  assayed  at  the  Mint  and  proved 
to  contain  0*54  per  cent,  of  lead.  This  corresponds  to  0*26 
atoms  of  lead  to  100  of  silver.  The  fall  produced  per  atom  is 
therefore  ll°'2.  Assuming  the  latent  heat  of  fusion  of  silver 
to  be  21'07.  (Person),  the  theoretical  fall  should  be  12°-8. 
It  appears  that  the  composition  of  the  alloy  was  not  uniform^ 
the  upper  portions  being  richer  in  lead.  The  agreement  with 
the  theoretical  fall  is  tnerefore  quite  as  close  as  could  be 
expected.  It  may  be  noted  that  Heycock  and  Neville  find 
that  silver  dissolved  in  lead  lowers  the  freezing-point  exactly 
to  the  extent  predicted  by  theory  on  the  assumption  that  its 
molecule  is  monatomic  in  solution. 

I  have  since  made  some  further  experiments  by  a  new 
method  with  a  view  to  investigate  more  particularly  the  con- 
ditions under  which  silver  absorbs  oxygen,  the  extent  to  which 
its  freezing-point  is  thereby  lowered,  and  the  temperature  at 
which  spitting  occurs. 

•  Proc.  Roy.  Soc.  March  1891,  p.  362. 
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To  facilitate  observations,  the  apparatus  was  so  arranged 
that  small  changes  of  temperature  could  be  followed  and 
recorded  by  watching  the  movements  of  a  spot  of  light 
reflected  by  the  galvanometer-mirror  on  to  a  scale*.  The 
instrument  was  adjusted  so  thai  a  deflexion  of  40  millim.  on 
the  scale  was  equivalent  to  10^  Pt, 

The  silver  was  melted  in  the  usual  way  and  well  stirred. 
The  resistances  in  the  box  were  adjusted  approximately  to  the 
balance.  Headings  of  the  position  of  the  spot  of  light  on  the 
scale  were  taken  at  intervals  of  10  seconds  as  the  mass  cooled. 
These  readings  were  plotted  in  the  form  of  curves,  as  shown 
in  Plate  V.,  giving  a  continuous  record  of  the  cooling. 

The  uppermost  of  the  curves,  No.  1,  is  the  record  of  the 
cooling  of  silver  nearly  free  from  oxygen.  The  temperature 
fell  rapidly  to  830°,  the  normal  freezing-point.  It  then 
remained  stationary  to  a  tenth  of  a  degree  for  about  two 
minutes  and  a  half.  The  lower  part  of  the  silver  having  by 
this  time  completely  solidified  while  the  upper  part  was  still 
partially  liquid,  the  temperature  began  to  fall,  slowly  at  first, 
and  after  about  two  minutes,  when  tne  whole  mass  was  solid, 
very  rapidly.  A  little  spitting  was  noticed  between  810°  and 
805°  Pt.,  but  it  was  extremely  slight  and  faint. 

The  silver  was  then  remelted  and  heated  up  to  about 
890°  Pt.  Oxygen  was  blown  through  it  for  about  30  or  40 
seconds.  This  time  the  temperature  fell  to  826°,  as  shown 
in  curve  No.  2,  before  it  began  to  freeze.  The  tempera- 
ture remained  nearly  stationary  at  first,  falling  less  than  half 
a  degree  in  the  first  minute.  It  then  began  to  fall  more 
rapidly.  Spitting  commenced  at  about  814°,  and  became 
very  violent  between  810°  and  805°.  It  is  evident  from  an 
inspection  of  the  curve  that  much  heat  was  evolved  during  the 
spitting,  since  the  rate  of  cooling  decreased  considerably  when 
tne  spitting  was  at  a  maximum.  Shortly  after  the  spitting 
ceased  the  temperature  began  to  fall  at  the  normal  rate,  as  in 
curve  No.  1. 

The  silver  was  then  remelted  with  a  reducing-fiame,  and 
another  record  of  cooling  was  taken  without  the  addition  of 
oxygen.  The  curve  proved  to  be  an  exact  repetition  of 
No.  1. 

The  silver  was  then  heated  to  870°  Pt.,  and  more  oxygen 
passed  for  about  a  minute  and  a  half.  To  my  surprise,  on 
oooling,  it  began  to  freeze  at  828°'8,  as  shown  in  curve  3, 

*  For  this  purpose  it  was  found  necessary  to  compensate  the  galvano- 
meter in  such  a  way  that  its  deflexions  were  independent  of  the  tempe- 
rature and  resistance  of  its  coils  and  of  the  strength  of  the  battery. 
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and  the  ^pitting  was  much  less  violent.  This  seemed  to  show 
that  silver  would  not  absorb  oxygen  readily  unless  it  was 
heated  more  than  40®  Pt.  above  its  melting-point.  It  was 
therefore  again  heated  to  890°,  and  oxygen  was  passed  for 
half  a  minute.  The  observations  taken  during  cooling  gave 
curve  No.  4,  which  is  almost  a  repetition  of  2  except  that 
less  oxygen  v\as  absorbed.  The  silver  was  then  heated  up 
to  910^  Pt.,  and  oxygen  was  passed  for  two  or  three  minutes 
with  a  view  to  saturate  it.  On  cooling  it  began  to  freeze  at 
825°'l,  as  shown  in  curve  5.  The  spitting  in  this  case 
was  exceedingly  violent.  I  have  not  succeeded  in  making 
the  silver  absorb  a  larger  proportion  of  oxygen  than  this.  A 
subsequent  experiment,  in  which  it  was  maintained  at  930° 
while  oxygen  was  passed  for  five  minutes,  gave  a  record  which 
was  almost  an  exact  repetition  of  No.  4. 

The  greatest  lowering  of  the  freezing-point  which  I  have 
observed  in  the  case  of  silver  saturated  with  oxygen  in  this 
way  amounts  to  6°*4  0.  This  corresponds  very  nearly  with 
a  ratio  of  1  molecule  of  oxygen  to  200  molecules  of  silver. 
Assuming  both  molecules  to  have  the  same  atomicity,  we  find 
that  100  grams  of  silver  are  capable  of  absorbing  -074  gram 
of  oxygen,  t.  e,  about  5^  times  its  volume  of  the  gas.  Gay- 
Lussac  found  that  silver,  when  fused  under  nitrate  of  potash, 
absorbed  in  one  case  22  times  its  volume  of  oxygen.  Graham 
and  Roberts-Austen  have  shown  that  spongy  silver  in  the 
solid  state  at  a  red  heat  will  absorb  from  6  to  8  times  its 
volume.  It  would  have  been  interesting,  had  time  permitted, 
to  have  made  quantitative  experiments,  by  some  independent 
method,  to  determine  the  amount  of  oxygen  absorbed  in  the 
present  case. 

A  comparison  of  curves  1  and  4,  in  which  the  initial 
conditions  and  rates  of  cooling  were  the  same,  seems  to  indi- 
cate that  the  total  heat  evolved  in  the  solidification  of  silver 
free  from  oxygen  is  less  than  in  the  case  when  oxygen  is 
present.  The  quantitv  of  heat  evolved  in  the  decomposition 
of  the  solution  must  therefore  be  considerable.  The  whole  of 
the  silver  appears  to  be  absolutely  solid  at  a  temperature  at 
least  10^  above  the  point  at  which  it  begins  to  spit.  The  heat 
evolved  in  spitting  is  sufficient  to  raise  the  extruded  volcano 
of  silver  bubbles  to  a  temperature  considerably  above  its 
melting-point.  A  great  deal  of  the  heat  is  certainly  dissi- 
pated in  the  volcano,  where  it  cannot  affect  the  pyrometer, 
ITie  amount  actually  generated  must  therefore  be  considerably 
in  excess  of  that  indicated  by  the  curves. 

I  have  also  made  some  further  experiments  by  the  same 


Digitized  by 


Google 


Pyrometer  on  the  Melting-poirds  of  Gold  and  Silver.       227 

method  at  the  Mint,  in  conjunction  with  Professor  Roberts- 
Austen,  on  the  effect  of  gold  dissolved  in  silver.  We  found 
that  the  addition  of  0'6  per  cent,  of  gold  raised  the  freezing- 
point  of  silver  by  about  0^*2  C.  A  further  addition  of 
0'6  per  cent,  raised  the  freezing-point  0°'6  C.  in  all.  A 
further  addition  of  1*2  per  cent.,  making  2*4  per  cent,  in  all, 
raised  the  freezing-point  1^*3  0.  It  is  interesting  to  observe 
that  the  effect  of  gold  on  silver  is  similar  to  that  of  silver  on 
gold,  and  forms  an  exception  to  the  general  rule.  It  might 
have  been  expected,  or  priori,  that  the  addition  of  1'3  atoms  of 

fold  per  100  of  silver  would  have  lowered  the  freezing-point 
y  about  17°  C;  instead  of  which,  a  small  but  clearly  marked 
rise  was  observed.     Silver,  as  shown  above,  when  dissolved  in 

irold,  produces  a  similarly  slight  but  distinctly  appreciable 
all.  It  may  be  remarked  that  the  rise  produced  by  gold  in 
silver  bears  nearly  the  same  proportion  to  the  interval 
between  their  freezing-points  (1)45°  and  1037°)  as  the  num- 
ber of  atoms  of  gold  present  bears  to  the  number  of  atoms  of 
silver. 

As  a  further  experiment,  aluminium  was  added  to  the  mass 
in  proportion  (about  0*6  per  cent.)  sufficient  to  form,  with 
the  gold  already  in  the  silver,  the  alloy  AuAlg,  which  Roberts - 
Austen  has  shown  to  possess  most  interesting  and  remarkable 
properties.  The  mass  was  well  stirred,  and  a  curve  of  cooling 
was  taken,  shown  by  the  dotted  line  (No.  6)  in  Plate  V.  The 
temperature  fell  to  819°  Pt.,  where  it  remained  quite  stationary 
for  about  a  minute.  It  then  fell  slowly  for  about  two 
minutes,  before  the  normal  rate  of  cooling  was  reached. 
The  lowering  of  the  freezing-point  12*3°  C.  is  rather  less  than 
that  required  by  theory  for  a  solution  of  1*3  molecules  of 
AuAlj  in  100  of  silver;  but  it  was  observed  that  an  appre- 
ciable quantity  of  the  alloy  subhined  about  the  mouth  of  the 
furnace  and  on  the  stem  of  the  pyrometer.  It  is  also  doubtful 
whether  the  mass  was  perfectly  homogeneous.  The  extent  to 
which  the  freezing-point  was  lowered  would,  however,  appear 
to  indicate  that  this  was  a  true  case  of  solution. 

From  want  of  sufficient  metallurgical  knowledge,  I  cannot 
pretend  to  interpret  these  results  more  fuUv.  I  am  induced 
to  publish  them,  incomplete  as  they  are,  ratner  as  an  illustra- 
tion of  the  degree  of  accuracy  attainable  by  the  use  of  platinum 
pyrometers,  and  in  the  hope  that,  in  more  experienced  hands, 
they  may  lead  to  really  valuable  results. 

I  have  also  tested  one  of  these  pyrometers  in  molten  cast 
iron  raised  to  a  temperature  considerably  above  its  melting- 
point.    As  the  mass  cooled  it  assumed  a  pasty  condition,  and 
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no  well-defined  freezing-point  could  be  detected.  The  iron, 
however,  was  of  very  inferior  quality,  and  by  no  means  homo- 
geneous. The  glaze  on  the  porcelain  tube  was  attacked  by 
the  iron,  but  the  pyrometer  was  otherwise  uninjured  and 
showed  no  change  of  zero.  It  should  certainly  be  possible 
with  these  instruments  to  obsei-ve  the  eflFects  of  various  im- 
purities in  altering  the  melting-point  even  of  steel,  and  it  is 
probable  that  the  results  in  this  case  might  be  of  some  value 
to  manufacturers. 


XXII.  Notices  respecting  New  Books, 

Elementary  Thermodynamics.     By  J.  Pabkeb,  M.A, 
(Cambridge  University  Press.) 

T^HIS  is  an  interesting  work.  It  bristles  with  originalities.  They 
-*-  are  not  always  quite  sound,  but  originality  seldom  is.  The  book 
is  very  refreshing  after  the  flood  of  text-books  with  which  the 
world  of  students  is  inundated.  It  is  not  written  to  suit  any 
syllabus.  It  is  written  to  advance  science  by  bringing  forward  the 
methods  and  views  of  the  author.  These  methods  and  views,  even 
where  they  are  open  to  criticism  from  being  ingeniously  complex 
or  unreally  simple,  are  those  of  an  ingenious  and  original  mind, 
and  are  consequently  worthy  of  serious  consideration. 

As  the  book  is  full  of  matter  that  it  would  be  interesting  to  criticise, 
some  few  points  only  can  be  chosen.  The  division  of  forces  into 
contact-forces  and  ether-forces  is  interesting,  though  the  descrip- 
tion of  contact^forces  which  implies  that  particles  are  absolutely 
rigid  is  almost  certainly  an  unreal  simplification  which  is  hardly 
required  in  order  to  justify  Thermodynamic  principles,  and  which, 
unless  essential,  should  not  have  been  introduced.  This  same 
unnecessary  simplification  leads  to  a  very  curious  calculation  as 
to  the  velocity  of  a  molecule  of  ice  (p.  118).  Ether-forces  are 
gravitation,  radiation-forces  (by  which  radiation  moves  particles), 
the  causes  of  chemical,  physical,  electric,  and  magnetic  actions. 
"  Badiation-forces  are,  of  course,  far  too  small  to  be  detected  by 
instrumental  means.''  Why  "of  course"?  What  about  Tesla 
motors?  To  these  radiation-forces  he  attributes  comets'  tails, 
without  any  the  least  explanation  as  to  how  they  came  to  be  due 
to  the  forces  which  move  particles  when  a  body  is  warmed  by 
radiation.  Though  he  divides  the  Energy  of  a  system  into  Mecha- 
nical and  non-Mechanical  Energy,  the  latter  being  generally  heat, 
he  does  not  seem  at  first  clearly  to  distingiush  Matter  Kinetic 
Energy  and  Ether  Kinetic  Energy.  In  these  divisions  and  dis- 
tinctions it  would  make  it  much  easier  to  follow  if  the  author  had 
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condescended  to  give  some  examples  illnstratmg  his  general  state- 
ments. He  revels  in  abstract  generalities.  It  is  very  bard  on  the 
poor  reader  to  dose  him  with  these  undiluted  generahties,  a  little 
oiiution  with  concrete  cases  would  have  made  the  dose  much  more 
palatable.  His  deyotion  to  generahties  is  so  great  that  he  skips 
along  in  such  a  hurry  when  concrete  questions  arise  that  one  can 
hardly  see  the  sequence  of  his  remarks.  Take,  for  example,  his 
description  of  Friction,  §  14,  and  what  seems  to  be  intended  for 
an  explanation  of  its  existence,  but  which  neglects  to  explain  how 
it  is  an  irreversible  action,  although  described  as  a  purely  mecha- 
nical effect  due  to  the  roughness  of  the  surfaces.  '^  . . .  if  two 
bodies,  A  and  B.  be  pressed  together,  their  surfaces  of  contact  will 
sink  into  one  another,  and  if  we  attempt  to  move  one  body  over 
the  other  we  shall  experience  a  resistance  in  addition  to  the  ex- 
ternal forces.''  This  statement  about  a  force  in  addition  to  the 
external  forces  is  in  itself  quite  unintelligible,  but  it  evidently 
omits  to  explain  why  a  body  is  not  just  as  much  helped  forward  by 
running  down  into  the  roughnesses  as  it  is  stopped  by  having  to 
be  pushed  up  again  out  of  them.  Again,  liquids  are  not  rough,  and 
yet  there  is  what  comes  to  the  same  as  friction  between  their  parts, 
and  any  really  serious  investigation  of  these  questions  should  go 
much  deeper  than  Mr.  Parker  does,  or  else  should  at  least  warn 
the  student  that  the  matter  was  not  at  all  fully  gone  into.  The 
author  evidently  despises  the  concrete.  How  else  can  he  write 
that  the  latent  heat  of  ice  is  ''  79-25  calories  or  3,292,052,964 
ergs  "  ?  Or,  again,  «*  41,539,759-8  ergs  or  about  3  foot-pounds  "  ? 
Such  a  degree  of  accuracy  should  include  the  specific  heat  of  the 
ether  present,  which  Mr.  Parker  somehow  ignores. 

Similarly,  in  proving  the  concrete  fact  that  the  internal  energy 
of  a  gas  is  independent  of  its  density  he  gives  the  experiment 
with  two  reservoirs,  a  very  bad  method,  and  does  not  there  give 
any  reference  to  the  very  much  more  satisfactory  porous-plug 
method,  though  he  himself  gives  this  method  further  on.  In  this 
same  porous-plug  experiment  be  does  not  condescend  to  give  any 
discussion  of  why  the  gas  does  not  become  warmed  like  other 
bodies  by  friction.  It  is  not  because  he  is  averse  to  investigating 
things  to  the  bottom  that  he  slurs  over  these  things.  He  tries  to 
get  at  general  principles  to  explain  everything.  Take,  for  instance, 
his  treatment  of  capillarity.  He  is  not  content  to  do  this  in  the 
usual  way.  He  is  not  content  with  the  well-known  method  of 
calculating  the  thermodynamic  relations  thereof.  No,  he  must  found 
it  directly  on  Garnet's  theorem  and  the  all-pervading  friction.  He 
assumes  that  the  vessel,  capillary  tube,  liquid,  and  all  are  carried 
sufficiently  far  down  a  mine  or  up  a  mountain  for  an  observable 
change  in  the  length  of  the  column  of  liquid  raised  to  be  caused 
by  the  change  in  gravity.  The  tube  must  be  ^ven  judicious  taps, 
and  at  last  we  are  to  be  satisfied  that  all  is  right  because  '^  it  is 
obvious  "  that  a  certain  expression  must  have  a  minimum  value,  when 
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it  18  not  a  bit  more  obvious  than  hj  the  usual  methods  of  inves- 
tigation, which  do  not  require  such  elaborate  experimental  founda- 
tions as  this  ingeniously  complex  method.  In  most  of  these  appli- 
cations of  Carnot's  principle,  including  such  cases  as  the  evolution 
of  the  planetary  systems,  of  which  he  gives  an  interesting  account, 
it  does  not  seem  quite  clear  whether  friction  is  due  to  Carnot's 
principle  or  Caraot's  principle  due  to  friction,  or  whether  they  are 
the  same.  A  general  haziness  as  to  this  question  lends  a  flavour 
of  crankiness  to  much  of  the  book.  Much  of  it  is,  however,  very 
interesting  and  most  of  it  suggestive,  as,  for  example,  his  consider- 
ation of  the  objection  that  animals  are  too  efficient.  He  begins  by 
the  curious  remark  that  they  cannot  be  electromagnetic  engines 
because  '^  it  is  obvious  that  there  is  no  sensible  absorption  of  electric 
energy."  Like  others  who  border  on  crankdom,  Mr.  Parker  is 
very  fond  of  that  ^*  it  is  obvious."  It  is  obvious,  on  the  other 
hand,  that  there  seems  to  be  quite  as  much  electric  energy  in  bread 
and  butter  as  in  zinc,  and  zinc  certainly  can  drive  electromagnetic 
engines.  But,  as  he  points  out,  the  real  answer  to  any  objection 
to  Carnot's  principle  founded  on  the  efficiency  of  animab  is  that 
animals  are  not  examples  of  cyclic  processes  and  that  plants  must 
be  included  to  complete  the  cycle;  and  then,  be  might  have  remarked, 
the  high  temperature  of  the  cycle  is  that  at  which  the  radiations 
that  can  act  on  plants  are  evolved  in  sufficient  intensity  to  act  on 
plants;  and  this  is  a  temperature  comparable  with  that  of  the 
sun. 

Mr.  Parker's  method  of  investigating  Carnot's  theorem  is  inter- 
esting, partly  because  it  is  open  to  some  objections.  He  starts 
from  the  axiom  that  no  work  can  be  done  if  heat  be  taken  in  and 
given  out  all  at  a  single  temperature.  The  axiom  is  unfortunately 
not  true.  If  the  working  substance  be  reduced  during  part  of  its 
cycle  to  absolute  zero,  no  heat  need  ever  be  given  out.  Notwith- 
standing this,  there  is  considerable  advantage  in  getting  rid  of  *'  the 
coldest  body  available ;"  and  if  Mr.  Parker  had  been  content  to 
give  the  investigation  in  a  concrete  form  that  could  be  "  under- 
standed  of  the  people,"  and  not  spread  over  several  pages  of  gener- 
alities, his  method  might  have  had  a  chance  of  being  read.  As  it 
is,  most  readers  will  be  sickened  by  the  first  few  pages.  He  tries 
to  cover  every  possible  case  by  the  generality  of  his  statements,  and 
nevertheless  makes  all  sorts  of  postulates  that  are  passed  over  as 
evident,  so  that  his  argument,  being  horribly  scholastic,  hides  most 
of  the  foundations  on  which  it  is  based.  He  postulates  in  one 
place  that  giving  heat  by  friction  is  so  absolutely  identical  with 
giving  heat  by  conduction,  that  the  presence  of  a  body  is  unnecessary 
from  which  heat  is  at  one  time  absorbed  by  conduction  when  at 
another  time  heat  is  gi\  en  to  it  by  friction.  Under  such  circum- 
stances it  is  rather  hard  on  this  poor  useful  body  to  say  that  its 
presence  is  unnecessary  without  any  further  explanation. 

The  principal  objection  to  Mr.  Parker's  presentation  of  Thermo- 
dynamic theory  is  that  instead  of  calling  attention  continually  to 
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the  way  in  which  Cornot's  Theorem  is  dependent  on  our  inabUity 
to  deal  individually  with  the  irregular  beat-energy  o£  molecules, 
this  new  is  kept  quite  in  the  background  and  the  subject  is  based 
upon  a  set  of  scholastic  generalities  that  throw  very  little  light  on 
the  physical  basis  of  Thermodynamics.  Such  presentations  have 
in  the  past  rather  teoded  to  obstruct  than  advance  Science.  And 
yet  the  book  is  suggestive  and  interesting.  Even  if  it  did  no  more 
than  continually  call  to  mind  the  ether  as  a  vera  causa,  it  would  be 
worth  studying ;  much  more  therefore  does  it  deserve  study,  being, 
as  it  is,  the  work  of  an  ingenious  and  orifi;inal,  if  of  a  somewhat 
scholastic  and  cranky  mind. 

Theory  of  Heat.  By  J.  Clbbk  Maxwell,  if.-4.,  F,R.8.  Tenth 
EdUton^  with  corrections  and  additions  by  LofiD  Batleigh,  Sec, 
R.8.    London :  liougmans,  1891. 

If  the  name  of  Clerk  Maxwell  were  not  in  itself  a  sufficient 
guarantee  of  the  excellence  of  the  book  before  us,  the  fact  that 
it  has  already  passed  through  nine  editions  and  still  remains  the 
standard  text-book  on  the  theory  of  Heat,  indicates  very  clearly 
the  opinion  of  scientific  students  concerning  it.  But  the  advance 
of  science  does  not  permit  of  an  unlimited  number  of  stereotyped 
editions;  consequently  it  now  becomes  necessary  to  revise,  and 
make  additions  to.  Maxwell's  original  treatise.  There  was  no  one 
who  could  accomplish  this  task  more  satisfactorily  than  Lord 
Bayleigh,  and  we  are  gratified  to  learn  that  he  has  found  leismre 
enough  to  undertake  it,  and  to  add  ten  pages  of  matter  relatine^ 
mostly  to  capillary  phenomena  and  the  kinetic  theory  of  gases  and 
liquids. 

The  book  may  be  divided  into  two  parts,  in  one  of  w^hich  molar, 
and  in  the  other  molecular,  phenomena  are  discussed.  The  first 
of  these  includes  calorimetry,  thermometry,  and  thermodynamics, 
and  in  it  the  idea  of  temperature  is  taken  as  a  fundamental  one. 
The  second  part  treats  of  capillarity,  diffusion,  and  the  kinetic 
theory  of  gases,  and  it  is  there  shown  that  temperature  is  mea- 
sured by  the  mean  kinetic  energy  of  the  molecules  in  the  case  of 
gases  at  any  rate.  The  theory  of  the  first  part  was  as  complete 
when  Maxwell  wrote  his  treatise  as  it  is  to-day,  it  being  a  logical 
sequence  of  the  two  propositions  that  energy  is  indestructible,  and 
that  heat  always  passes  from  a  hotter  to  a  colder  body.  Unless 
either  of  these  axioms  can  be  shown  to  be  false  the  theory  will 
receive  but  little  addition  or  alteration,  and  it  is  not  surprising 
that  Lord  Eayleigh  should  leave  Maxwell's  text  unaltered,  save 
for  the  addition  of  a  little  note  concerning  the  liquefaction  of  the 
so-called  permanent  gases.  There  is  one  paragraph  where  a 
distinct  advance  might  have  been  recorded,  though  it  does  not  in 
the  least  affect  any  theory  of  heat.  On  p.  38  Maxwell  speaks  of 
the  Fahrenheit  scale  of  temperature  as  being  "very  generally 
used,^  and  of  the  Centigrade  scale  as  "  coming  into  use."    The 
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almost  universal  adoption  of  the  latter  scale  in  recent  years  seems 
to  call  for  a  short  not^e  to  this  passage. 

The  chapters  on  waves  and  radiation  form  a  good  connecting 
link  between  the  molar  and  molecular  phenomena.  An  error  of 
the  previous  editions  is  repeated  on  p.  229  of  the  present  one, 
where  the  quantity  Q  of  the  mathematical  expression  is  stated  to 
be  the  velocity  of  propagation  of  the  wave,  this  latter  being  really 
equal  to  Qv. 

In  molecular  physics  many  important  advances  have  been  made, 
and  Lord  Bayleigh  has  added  some  valuable  notes  on  the  theory 
of  imperfect  gases  and  of  liquids,  and  on  capillarity.  Indeed,  he 
may  be  said  to  have  written  a  brief  history  of  Laplace's  capillary 
coefficient  K,  which  represents  the  internal  pressure  in  a  gas  or 
liquid  resulting  from  the  mutual  attractions  of  its  molecules,  and 
which  accounts  for  the  observed  cohesion  of  liquids.  In  evapora- 
ting a  liquid  this  cohesion  is  overcome ;  and  Dupre  has  shown  that 
K  is  equal  to  the  energy  require  to  evaporate  a  cubic  centimetre 
of  the  liquid  (that  is,  the  work-equivalent  of  the  latent  heat  of 
unit  volume).  Van  der  Waals  and  Clausius  assumed  the  existence 
of  this  pressure  in  order  to  account  for  the  known  deviations  of 
gases  from  the  laws  of  perfect  gases,  and  they  have  succeeded  in 
explaining  these  deviations,  at  any  rate  for  gases  and  liquids  near 
the  critical  point.  The  subject  is  exciting  great  interest  at  the 
present  time,  and  many  readers  will  be  acquainted  with  the  dis- 
cussion in  recent  numbers  of  '  Nature  '  between  Lord  Eayleigh  and 
Prof.  Tait,  concerning  the  proper  application  of  Clausius's  "  equa- 
tion of  the  virial "  to  the  case  of  a  gas  or  liquid  with  mutually 
attractive  molecules  of  finite  size.  Lord  Eayleigh,  in  his  note  on 
the  virial  and  its  applications,  in  the  volume  before  us,  steers  quite 
clear  of  any. controversial  matter;  indeed,  we  notice  that  he  is  as 
cautious  as  Maxwell  was  in  treating  as  a  mere  assumption  the 
view  that  the  temperature  of  a  liquid  is  measured  by  the  mean 
kinetic  energy  of  its  molecules.  In  a  recent  paper  Tait  gives 
strong  reasons  to  the  contrary,  derived  from  considering  the 
equality  of  temperature  in  the  various  horizontal  layers  of  a  tall 
column  of  liquid  under  gravity.  We  venture  to  hope  that  when 
the  eleventh  edition  of  Maxwell's  treatise  appears,  Lord  Bayleigh 
will  be  in  a  position  to  give  us  more  definite  information  on  some 
of  these  knotty  points,  and  that  the  advance  in  our  knowledge 
will  be  such  that  he  can  add  another  ten  pages  of  equally  valuable 
matter.  James  L.  Howabd. 
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ON  A  CONSEQUENCE  OF  THE  POISRON-MOSSOTTI  THEORY. 
BY  GOTTLIEB  ADLER. 

"pOlSSOX'S  theory  of  magnetic  induction  gives  the  magnetizing 
constant  Ic  as  depending  in  a  very  simple  manner  on  the  ratio  </ 
of  the  space  e  actually  occupied  by  the  molecules  of  magnetic 
substance  to  the  whole  volume  v. 

^=  .  ,/      ,  where ^  = (1) 

The  same  equation  holds  also,  as  Mossotti  has  shown,  for  di- 
electric polarization,  the  magnitudes  «,  t;,  and  g  having  the  same 
significance,  except  that  A:=(K— l)4ir,  where  K  is  the  dielectric 
constant  of  the  substance. 

As  the  ratio  for  iron  was  found  to  be  ^rss  134/135,  and  therefore 
the  space  occupied  by  the  molecules  was  so  great  as  to  be  incon- 
sistent with  the  idea  of  equal  spherical  molecules,  Betti  (Lehrbuch 
der  Fote7Umlth€orie,  pp.  377, 378)  was  led  to  modify  Poisson's  funda- 
mental assumption,  and  he  thereby  arrived  at  the  expression 

'-5(l^)-    •    ■ « 

which  gave  for  iron  </= 134/403;  thus  the  objection  mentioned 
above,  and  first  pointed  out  by  Maxwell  ('Electricity,'  vol.  ii. 
§  430;  see  also  Mascart  and '  Joubert's  'Electricity,'  English 
translation,  vol.  i.  p.  151 ),  is  removed. 

In  describing  the  phenomena  of  magnetic  or  dielectric  polariza- 
tion, since  these  are  based  on  the  magnitude  Jc  itself,  it  is  quite 
immaterial  v(  bether  we  regard  k  as  defined  by  the  expressions  (1) 
or  by  (2),  or  whether  it  is  simply  taken  as  an  empirical  constant.  A 
decision  is,  however,  in  so  far  important,  since  formula  (1)  is  taken 
by  some  authors  as  starting-point  for  a  determination  of  the  size 
of  the  molecules  from  the  value  g. 

It  is  now  perhaps  remarkable,  that  when  Jc  is  taken  as  defined 
by  the  formula  (1),  or  by  the  function  of  g  as  defined  by  (2),  at 
the  same  time  we  can  deal  with  a  second  constant  introduced  by 
Helmholtz  and  Kirchhoff  (Helmholtz,  Wied.  Ann.  vol.  xiii.  p.  397, 
1881 ;  Kirchhoff,  Wied.  An7u  vol.  xxiv.  p.  55, 1885),  and  used  for 
describing  the  pressures  occurring  iu  magnetic  or  dielectric  polarized 
bodies:  ^^_    ^j^ 


d  Jogt/ 

For  jj_  pi'      _  ^^      dgr     __     ^   dA: 

dlogv       "dg  dlogv""        d^  ' 
as  easily  follows  from  (1). 

Assuming  Poisson's  formula  (1)  we  get 
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Od  the  contrary,  assuming  Betti's  formula  (2), 

*'-afcb  =  -*(^+^'^-) W 

Both  formulas  (3)  and  (4)  give  for  the  magnetizing  number  Ar, 
or  for  the  dielectric  constant  K=l+4wk,  a  decrease  as  the  volume 
increases. 

Both  give  for  feebly  magnetic  or  dielectrically  polorizable  sub- 
stances, neglecting  terms  of  higher  order, 

Jc'^-^.^-k (5) 

ologv 

but  otherwise  h'  as  a  quadratic  function  of  Ar,  and  therefore 
agreeing  in  the  order  of  magnitude. 

From  the  experimental  results  on  the  dependence  of  k  on  the 
increase  of  volume  a  decision  is  possible,  whether  Foisson's  or 
Betti's  formula  is  in  accordance  with  facts. 

The  only  direct  experimental  results  on  this  view  are  in  the  case 
of  gases. 

The  measurements  of  Boltzmann  show  that  the  dielectric 
constant  increases  directly  yxith  the  pressure.  If  with  Boltzmann 
we  make  the  further  assumption  that  the  proportionality  of  the 
increase  of  the  dielectric  constant  with  increase  of  pressure  holds 
up  to  complete  exhaustion,  his  results  may  be  embraced  within  two 
formulas  propounded  by  him,  the  first  of  which  is  the  dielectric 
constant  for  the  normal  pressure  of  an  atmosphere, 

K:,  =  1-|-X, (6a) 

vhile  the  other  fixes  its  dependence  on  the  pressure  p  by 

K=(l+Xi>) (6) 

From  (6)  we  have 

_.p_?_=Xi>=K-l=4TJt. 

ologp 

Xow  for  a  gas  2>i;=const.,  and  accordingly  dlogp^—dhgv; 
hem*e 

-  _  ^.^  =  -|^_  =  4tA;'=  -4,rt, 
log^       o  log  i; 

from  which  we  get  the  formula  (5)  deduced  from  Foisson's  and 
Betti*B  formula. 

There  are  no  direct  experimental  results  as  to  the  change  of  k 
with  the  volume  except  in  the  case  of  gases. 

From  the  theory  of  Helmholtz  and  Kirchhoff  as  to  the  change 
of  shape  of  magnetic  or  dielectric  polarized  bodies,  the  magnitude 
of  k'  together  with  k  is    decisive  as  to  the  change  of  volume 
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which  these  bodies  experience  in  the  electrical  or  in  the  magnetic 
field 

Experiments  which  Quincke  *  made  with  liquids  in  the  electrical 
field  have  shown  that  substances  which  have  almost  the  same 
dielectric  constant  have  a  totally  different  behaviour  as  regards 
change  of  volume  t.  This  seems  to  favour  the  supposition  that  at 
any  rate  in  this  case  h'  is  an  independent  constant  characteristic 
of  individual  substances.  Hence  for  these  substances  Foisson's  (1) 
or  Betti's  (2)  formula,  which  appears  to  connect  Jc  with  Tc  in  a 
perfectly  definite  manner  defined  by  formulas  (3)  and  (4),  seems  to 
be  in  disaccord  with  experiment ;  for  these  substances  k  must  be 
regarded  simply  as  an  empirical  constant. 

It  follows  further  from  these  considerations  that  the  application 
by  many  authors  of  Foisson's  formula  to  the  determination  of  the 
fraction  g  of  the  volume  actually  occupied  by  the  molecules  is  only 
allowable  in  the  case  of  gases,  but  for  other  substances  is  wanting 
in  accuracy. — Wied.  Annalen^  vol.  xliv.  p.  1 73. 


ON  THE  ELECTROMOTIVE  FORCE  OF  GAS  BATTERIES. 
BY  GERTSCHO  MARKOVSKY. 

The  results  of  these  experiments  may  be  stated  in  the  following 
terms : — 

1.  The  electromotive  force  of  a  platinum  plate  coated  with 
hydrogen  against  a  platinum  plate  in  sulphuric  acid  freed  from 
gas,  has  not  the  value  which  has  been  previously  assumed.  For 
hydrogen  the  force  is  smaller,  that  is  =  0-646  volt  and  for  oxygen 
greater  =0-374  volt. 

2.  Hydrogen  and  oxygen  gases  developed  electrolytically  act 
just  in  the  same  way  as  when  formed  by  purely  chemical  action. 

3.  By  the  addition  of  solution  of  platinum  sulphate  the  electro- 
motive force  of  an  oxygen  element  is  diminished,  while  that  of  a 
hydrogen  one  increases,  and  in  such  a  manner  that  the  electro- 
motive force  of  an  oxygen-hydrogen  element  is  not  changed  by  the 
addition  of  solution  of  platinum  sulphate. 

4.  The  electromotive  force  is  independent  of  the  change  of 
density  and  temperature  of  the  gaa  introduced. 

5.  Carbon  electrodes  behave  in  a  gas  element,  or  when  polarized 
by  a  current,  differently  from  platinum  electrodes. — Wieaemann's 
Annaleuy  vol.  xi.,  1891. 

*  Wied.  Ann,  vol.  x.  p.  523, 1880. 
t  Thus  for  oil  of  turpentine,  where 


^=^«^'  «-^=i-^' 


for  petroleum,  where 
for  rape  oil,  where 
and  therefore  a  decrease. 


K=2124,     >^  =  10-23; 
K=2-442,    ^  =  -.  18-24. 10-«; 
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VELOCITY  OF  SOUS'D  IN  MEMBRANOUS  BODIES. 
BY  F.  MELDE. 

The  author  gires  the  following  extract  from  a  longer  memoir 
which  is  shortly  to  appear. 

By  membranous  bodies  he  understands  such  bodies  as  are 
capable  of  forming  a  membrane,  which  can  be  used  for  all  pur- 
poses for  which  membranes  can  be  applied.  To  these  belong,  for 
instance,  the  various  kinds  of  paper,  linen  and  cotton  materials, 
caoutchouc,  animal  membranes,  and  so  forth.  The  velocity  of 
sound  in  such  bodies  differs  greatly,  but  can  be  easily  determined 
by  fixing  narrow  strips  at  both  ends,  rubbing  them  in  the  middle, 
and  determining  the  pitch  of  the  fundamental  note.  If  the 
number  of  Tibrations  is  n,  and  the  length  of  the  strip  L,  then 

L=^^  and  2  L=X  =  the  wave-length  of  the  note  in  question  ;  so 

that  the  velocity  is  t;  =  n\.     In  this  way  the  following  numbers 

were  obtained  for  the  velocity  of  sound. 

Metres. 

Paper  soaked  with  wax 3040 

Stout  red  parchment-paper 2960 

Yellow  silk  paper 2046 

Drawing-paper 1955 

Smooth  green  paper 1952 

Yellow  satin  ribbon 1950 

Black  paper   1923 

Ked  paper 1852 

Hemp  string 1720 

Cotton  string 1280 

Coloured  cross-ribbed  silk  ribbon    ....  930 

Black  wax  cloth       670 

Bi'ihliitier  der  PJnjsik^  vol.  xr.  p.  756. 


THE  SOLITARY  WAVE  :   CORRECTION  OF  A  SIGN. 

To  the  Editors  of  tlu  Philosophical  Magazine  and  Journal, 

University  College,  Dundee, 
Gentlemen,  January  12, 1892. 

In  my  "  Note  supplementary  to  a  Paper  on  the  Solitary  "Ware," 
which  appeared  in  the  December  number  of  your  Magazine,  one 
of  the  expressions  is  written  with  a  wrong  sign,  and  might  there- 
fore prove  somewhat  misleading.  The  series  given  in  the  second 
line  of  page  555,  the  expansion  of  equation  (5)  of  my  paper  "On 
the  Solitary  Wave''  (Phil.  Mag.  July  1891),  for  the  case  of  ar 
negatire,  should  be  affected  with  the  negative  sign.  Were  this 
not  corrected  it  might  appear  to  affect  the  argument,  at  least  i| 
one  were  to  attend  only  to  the  series  as  written,  neglecting  its 
connexion  with  (5). 

I  am,  Gentlemen, 

Tours  faithfully, 

John  M^Cowan. 
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XXIV.  PetTological  Notes  on  tfie  Euphotide  or  Saussurite" 
smaragdite  GMro  of  the  SaasthaL  By  Professor  T.  G. 
BoNNBY,  D.Sc.,  LL.D.,  F.R.S.,  ^-c* 

EVERY  geologist  has  heard  of,  many  have  seen,  the 
erratics  of  this  peculiar  variety  of  euphotide,  which  are 
so  abundant  in  the  upper  part  of  the  Saastnal,  and  are  more 
sparingly  distributed  over  the  southern  portion  of  the  Swiss 
lowland.  But  though  they  have  been  noticed  by  some  foreign 
authors  t,  and  are  frequently  mentioned  by  English  t,  the  only 
attempt  at  a  complete  history  of  them  in  our  language  is  to  be 
found  in  a  brief  abstract  of  a  paper  by  Captain  Marshall  Hall  §. 
The  author,  however,  \^as  not  very  successful  in  obtaining 
good  specimens  and  was  unable  to  arrive  at  any  very  definite 
conclusions,  so  that  some  account  of  mv  own  examination 
may  be  useful,  at  any  rate  to  English  students. 

*  Commmucated  by  the  Author. 

t  E.  g.  at  some  length  by  U.  Ha^,  Mikroacop.  Unteranidh,  iib,  Odbibro 
«.  verto.  Gesteine,  Referred  to  bnefly  by  Koeenbusch,  Mikrosk,  Physio- 
grapheny  s.  v.  Gabbro. 

%  "  Contributioos  to  the  History  of  Euphotide  and  Saussurite'' 
(T.  SterrjHunt,  Amer.  Joum.  Sci.  zxyii.  p.  836, 1869)  contains  a  number 
of  historical  references,  and  gives  the  result  of  a  chemical  and  mineralo- 
gical  investigation  of  this  group  of  rocks.  But  as  it  is  founded  on  a 
study  of  hand-specimens  only,  and  these  were  not  examined  with  the 
microscope,  some  of  the  conclusions  appear  to  me  to  hold  good  only  in  a 
mineralogical,  not  in  a  petrological  sense. 

S  Mineralogical  Magazine,  vol  v.  p.  104. 

Phil.  Mag.  S.  5.  Vol.  33.  No.  202.  March  1892.  S 
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These  erratics'^,  which  abound  between  Saas  and  the  end 
of  the  AUalein  glacier,  are  derived  from  the  extremity  of  a 
long  curving  spur,  which  runs  eastward  from  the  summit  of 
the  Allaleinhom  (13,235  feet)  and  divides  the  v4vds  of  the 
Allalein  and  Hochlaub  glaciers.  This  is  indicated  on  the  Swiss 
map  by  the  figures  3150  m.  (  =  10,334'8  ft.).  On  the  Geo- 
logical Map  (Blatt  xxiii.)  it  is  coloured  "  serpentine,"  but 
this  term  is  used  by  the  surveyors  with  singular  elasticity. 
For  instance,  in  the  neighbourhood  of  the  Saasthal  it  denotes 
not  only  true  serpentine,  of  which  there  is  a  fair  amount,  but 
also  gabbro,  and  a  rather  hard  schistose  rock,  which  contains 
green  hornblende,  chlorite,  epidote,  and  probably  felspar, 
often  garnet,  sometimes  glaucophane,  and  so  has  no  more 
claim  than  a  diorite  to  be  called  a  serpentine.  The  more 
obvious  point  of  departure  for  this  spur  is  the  little  inn  at  the 
Mattmark  See,  from  which  I  think  it  might  be  reached  in 
about  three  hours'  walking ;  but  it  can  be  visited  without 
much  difficulty  from  Saas  Fee.  For  guidance  by  this  route 
and  for  much  valuable  aid  in  collecting  these  notes  I  am 
indebted  to  my  friend  Mr.  Jas.  Eccles,  F.G.S.,  who  had 
already  made  the  expedition  in  1890  f. 

This  ridge  of  gabbro  is  completely  surrounded  by  snow  and 
ice,  beneath  which,  however,  it  is  doubtless  linked  to  the  spur 
of  the  Allaleinhorn.  Evidence  of  this  may  be  found  in  two 
small  knolls  or  heaps  of  boulders  which  protrude  from  the 
snow,  one  slightly  on  the  Allalein  side,  the  other  on  the  Hoch- 

*  They  have  been  long  known  to  me,  and  in  1S81 1  endeavoured  to 
reach  the  ridge.  Unfortunately  I  was  obliged  to  turn  back  and  have  had 
to  wait  ten  years  for  another  opportunity. 

t  There  are  two  routes  from  Saas  Fee  (6900  feet).  The  one  passes 
up  the  riffht  bank  of  the  Fee  glacier  till  it  reaches  a  "col "  (9872  feet; 
beneath  tne  precipices  of  the  Egginerhom.  This  leads  on  to  the  nivi  of 
the  Kessjen  glacier.  Crossing  this  we  make  (roughly  in  a  S.S.E.  direc- 
tion) for  a  gap  in  the  bounding  ridge,  on  the  left  of  which  is  a  mass  of 
light-coloured  calc-mica  schist.  Descending  from  this  gap  (nrohahly 
about  10^095  feet)  we  can  scramble  down  along  the  rocks  in  tne  direction 
of  the  Hmter  Allaleinhom  until  it  becomes  easier  to  take  to  the  nivi  of 
the  Hochlaub  glacier,  and  we  cross  this  to  the  gabbro  ridffe. — The  other 
route  turns  to  the  right  just  before  reaching  the  first  col,  ascends  the 
snow  slopes  of  the  ridge  from  the  Hinter  Allaleinhorn  obliquely  so  as  to 
get  above  some  ugly  ^raca ;  then,  after  crossing  a  bergschrund,  mounts 
to  the  summit  of  the  "  grat."  This  is  followed  to  near  the  base  of  the 
peak  itself,  when  it  becomes  easy  .to  descend  to  the  nivS  of  the  Hochlaub 
glacier.  We  went  by  the  former  way  and  returned  by  the  other ;  this 
16  higher  (being  by  aneroid — which  that  day  gave  ^ood  results — 10,600 
feet)  but  a  little  more  direct.  It  presents  no  difficulties  to  persons 
familiar  with  Alpine  excursions ;  on  either  route  a  rope  is  needful.  We 
were  about  A\  hours  going  and  8  hours  returning,  without  hurrying. 
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laob  8ide*  of  the  flattened  snow-saddle  between  the  two  glacier 
basins.  These  knolls,  as  will  presently  be  described,  also 
consist  of  a  variety  of  gabbro.  The  ridge  of  which  we  speak 
rises  slightly  from  beneath  the  snow,  and  runs  pretty  nearly 
on  a  level  for  about  a  couple  of  hundred  yards,  falling 
steeply  on  either  side  towards  the  descending  surface  of  the 
glaciers.  At  the  end,  which  falls  no  less  steeply,  it  may  be 
200  feet  above  the  ice  f.  Mr.  Eccles,  in  1890,  also  found 
gabbro  in  the  above-named  spur  of  the  Allaleinhom,  but  the 
mass  of  it  appeared  to  be  small.  I  think  these  are  all  the 
visible  outcrops  of  any  importance.  That  they  are  limited  to 
the  vicinity  of  this  peak  is  shown  by  the  fact  that  we  find  the 
erratics  cease  in  the  Saasthal  as  soon  as  we  have  got  beyond 
the  right  moraine  of  the  AUalein  glacier.  We  look  for  them 
in  vain  over  the  stone-strewn  bed  of  the  valley  above  the 
Mattmark  See. 

Before  describing  the  rock  of  these  ridges  it  will  be  con- 
venient to  make  some  remarks  on  that  of  the  boulders,  where 
really  it  is  more  conveniently  examined,  thousands  of  specimens 
being,  as  it  were,  laid  out  for  our  inspection.  There  are  many 
varieties,  some  of  which  are  much  more  numerous  than  others, 
I  noticed  the  following  : — 

(1)  A  gabbro  consisting  mainly  of  felspar,  varying  from  a 
rather  glassy  bluish-white  to  white  (that  is  to  say,  a  somewhat 
altered  Jabradorite),  and  a  brownish  diallage,  with  lustre  not 
conspicuously  metallic.  Structure  often  ophitic.  Varieties 
occur  from  rather  fine-grained  to  coarse,  when  the  crystals 
may  be  an  inch  or  so  long.     Not  common. 

(2)  Specimens  chiefly  consisting  of  a  greyish-white  saus- 
surite  and  a  rather  acicular  hornblende  of  a  dull  slate-blue 
colour,  sometimes  also  containing  pale-red  garnet.     Bare. 

(3)  Specimens  with  but  little  of  the  pyroxenic  constituent, 
consisting  mainly  of  saussurite  and  a  pale  reddish  granular 
mineral  (garnet).     Not  very  common. 

(4)  A  rock  consisting  of  a  white,  rather  granular,  felspathio 
mineral,  and  a  rather  fibrous  hornblende,  deeper  and  duller 
in  colour  than  the  smaragdite  and  of  a  more  actinolitic  habit. 
The   two   minerals   occur   generally  in  irregularly  shaped 

*  The  latter  is  so  small  that  it  is  omitted  (necessarily)  on  the  Swiss 
map. 

T  The^e  were  our  estimates  at  the  time.  The  Swiss  map,  if  it  is 
intended  to  be  strictly  accurate,  would  add  about  60  yards  to  tne  length. 
Captain  Marshall  Hall  states  that  he  was  three  quarters  of  an  hour 
idimUn^  up  the  end  of  the  wall.  Either  he  must  haye  found  exceptional 
difficulties  or  we  have  underestimated  the  height. 
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patches  with  a  slight  approach  to  foliation,  though  traces  of 
an  ophitic  structure  may  sometimes  he  observed.  The  struc- 
ture resembles,  though  it  is  less  definite  and  on  a  coarser 
scale,  that  figured  on  plate  xliii.  in  Mr.  Teall's  ^  British  Petro- 
graphy' (a  gabbro  from  the  Lizard  district).     Common. 

(5)  The  typical  "  euphotide,"  consisting  of  white  or  almost 
white  saussurite,  and  bright  green  smaragdite,  structure  gra- 
nular to  ophitic,  texture  moderately  coarse  to  Tory  coarse 
(patches  of  either  mineral  up  to  full  2  inches  in  diameter). 
V  ery  common. 

It  must  not,  however,  be  supposed  that  these  different 
types  can  be  separated  by  hard  and  fast  lines.  In  the  same 
block  one  variety  may  pass  into  another,  such  as  (3)  into  (5), 
or  even  (4)  into  (5),  by  the  gradual  incoming  of  smaragdite, 
at  first  in  a  "spotty"  fashion,  and  by  induration  of  the 
felspathic  constituent,  or  a  coarse  and  a  fine  variety  may  be 
associated  in  a  way  to  which  we  shall  have  again  to  refer. 

How  far,  then,  are  these  types  represented  in  the  ridge  ? 
We  struck  it  on  the  northern  side,  near  to  the  western  end, 
where  it  rises  from  the  snow,  and  went  te  the  other  one  along 
its  crest*.  On  returning,  we  left  the  ridge  by  its  southern 
face.  The  greater  part,  so  far  as  we  could  see  it,  consists  of 
the  homblendic  variety  of  the  gabbro  (4),  which,  however, 
occasionally  loses  this  schistese  structure  and  becomes  nor- 
mally holocrystalline.  Smaragdite  occurs  only  locally. 
Occasionally  also  the  rock  becomes  slightly  streaked  or 
banded  by  the  incoming  of  lines  of  darker,  more  homblendic, 
rock.  We  met  with  no  evidence  here  wluch  was  conclusive 
as  to  the  origin  of  the  foliation.  The  ordinary  structure 
might  not  unreasonably  be  claimed  as  a  result  of  dynamo- 
metamorphism,  but  the  last-named  one  seems  to  require  some 
other  explanation.  We  found  a  few  thin  dyke-like  masses  of 
a  more  compact  rock,  some  of  which  reminded  me  of  that 
generally  fine-grained  an^tic  or  homblendic  rock  which 
breaks  into^  but  is  intimately  associated  with,  the  gabbro  at 
the  Lizard.  The  smaragdite-euphotide  occurs,  so  far  as  we 
saw,  only  at  the  eastern  end  of  the  ridge  ;  more  abundantly, 
it  is  my  impression,  on  the  southern  than  on  the  northern 
sidef.  We  observed  the  normal  type  (5)  and  occasionally 
the  one  with  little  smaragdite  (8) ;  we  also  noticed  that  the 

*  This  consists  rather  of  a  pile  of  separate  blocks  than  of  solid  lock. 
As  is  common  in  mountainous  r^ons,  the  ^coping  stones"  of  tiie  wall 
are  more  or  less  displaced. 

t  Captain  Marshall  Hall  also  found  it  on  the  crags  at  the  eastern  end, 
and  I  have  no  doubt  that  it  occurs  in  other  parts  of  the  ridge,  but  in  thoae 
which  we  saw  it  was  certainly  subordinate  to  the  other  variety. 
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coarser  varieties  of  the  former  appeared  either  in  streaks  or  in 
vein-like  masses  in  the  ordinary  rock,  without,  however,  any 
sharp  line  of  demarcation.  In  fact  (as  I  wrote  in  my  note- 
book at  the  time)  all  the  varieties  of  gabbro  seen  on  the  ridge 
''seem  to  change  rapidly  one  into  another  without  any 
marked  divisional  lines,  jnst  aa  the  coarser  and  finer,  or  the 
more  and  the  less  felspathic  masses  of  the  lizard  gabbro  pas9 
one  into  another — that  is,  they  are  all  variations  of  one  mass,'*^ 
the  distinctive  characteristics  being  dae  to  differences,  pro- 
bably slight,  either  of  chemical  composition  or  of  environment. 
The  small  ontcrop  on  the  southern  side  of  the  snow-saddle 
consists  mainly  of  the  homblendic  variety  (4),  and  that  on 
the  northern  side  wholly,  so  far  as  we  saw.  A  specimen 
brought  by  Mr.  Eccles  from  the  exposure  in  the  spur  of  the 
Allaleinhom  shows  this  to  be  the  same  rock. 

So  much  has  been  already  written  upon  the  microscopic 
structures  of  gabbros,  and  the  varieties  of  rock  into  which 
they  pass,  that  a  brief  notice  will  snfSce  for  most  of  those  from 
the  Saasthal.  In  the  specimens  which  I  have  examined  the 
''  saussurite  "  (as  is  usually  the  case)  appears  to  be  a  rather 
variable  aggregate  of  minute  minerals.  Among  these,  two 
kinds  can  be  often  distinguished  :  one  varying  from  fibrous 
to  prismatic,  fairly  clear,  giving,  with  crossed  nicols,  bright 
tints  with  a  fibrous-speckled  aspect ;  the  other,  rather  more 
distinctly  fibrous  and  occurring  in  patches  of  a  dusty  aspect, 
but  feebly  translucent,  and  apparently  having  weak  double- 
refractive  power,  for  the  tints  are  duller.  In  one  or  two 
specimens,  however,  notably  in  the  variety  (4),  the  con- 
stituents are  larger  and  better  defined.  Here  zoisite  may  be 
recognized  abundantly  in  prisms  sometimes  about  *03  inch  long, 
with  a  fairly  marked  pinacoidal  cleavage,  and  an  occasional 
basal  one.  It  is  very  slightly  fibrous  in  structure,  and  gives 
low  polarization-tints  with  straight  extinction.  There  is  also 
some  colourless  epidote,  a  flake  or  two  of  white  mica,  and  a 
little  interstitial  quartz.  Here  and  there  small  patches  of 
fibrous  hornblende  are  interspersed.  So  this  "saussurite" 
consists  of  more  than  one  microlithic  mineral,  and  is  un- 
doubtedly an  alteration-product  of  a  lime-felspar*. 

The  smaragdite  in  the  hand-specimens  often  shows  distinct 
cleavage-planes,  sometimes  resembling  those  of  a  diallage,  as 
if  it  occurred  in  large  crystals  ;  but  we  find  these  on  micro- 

*  ''  If,  then,  we  combine  the  researches  of  Lossen,  Eloos,  and  Gathrein, 
we  seem  justified  in  concluding  that  a  basic  felspar  may  be  replaced  by 
alMte  and  epidote,  zoisite,  or  a  zeolite  of  the  scolecite  group.  Tealf, 
•  British  Petropmphy,'  p.  152  (et  ante). 
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scopic  examination  to  be  reallj  composed  of  an  aggregate  of 
minute  crystalline  grains,  which,  however,  in  certain  cases, 
show  signs  of  orientation.  Now  and  then  traces  of  an  old 
cleavage  with  a  diallage-habit  may  be  detected  ;  in  other  cases 
these  are  distinct  and  extinction  with  them  ranges  up  to  about 
40°,  but  the  grains  are  interstreaked,  pierced,  or  sometimes 
traversed  by  zones  (as  if  filling  cracks)  of  a  nearly  colourless 
mineral  resembling  actinolite,  and  extinguishing  at  angles  less 
than  20°.  In  other  cases  the  smaragdite  occurs  in  grains,  almost 
colourless  in  thin  slices,  which  sometimes  show  the  charac- 
teristic cleavage  of  hornblende,  and  give  its  oxtinction-iingle, 
but  occasionally  the  latter  indicates  tliat  an  augite  (omphacite) 
is  also  present*. 

The  green  hornblende  in  (4;  is  often  bordered  by  a  pale 
fibrous  actinolite,  and  sometimes  by  well  crj'stallized  pale- 
coloured  hornblende ;  but  the  greater  part  of  the  patch 
retains  traces  of  a  former  close  cleavage  as  above  described, 
but  now  consists  of  a  rather  fibrous  pale  green  hornblende, 
which,  though  composite  in  character,  exhibits  a  rudely 
parallel  orientation,  the  whole  being  much  clouded  by  dusty 
lines  and  patches.  High  powers  show  many  of  them  to  con- 
sist of  minute  belonites,  and  here  and  there  needles  of  rutile 
can  be  identified.  This  form  is  also  found  in  some  of  the  other 
varieties  of  the  euphotide,  e,  g,  together  with  the  "  slate-blue  " 
hornblende  of  (2).  Here  it  is  rather  "muddy"  looking, 
containing  minute  enclosures  and  tiny  brown  films  ;  the 
microliths  by  their  general  orientation  seem  related  to  some 
occasional  faint  lines,  which  may  be  indications  of  a  former 
cleavage  :  the  films  may  be  traces  of  "  schillerization.". 

The  " slate-blue "  hornblende  in  (2)  occurs  in  "nests"  of 
irregular  form,  roughly  resembling  sections  of  amygdaloids  in 
a  scoriaceous  rock.  It  is  sometimes  idiomorphic,  sometimes 
rather  fibrous  in  structure  and  irregular  in  snape.  It  varies 
from  colourless  to  a  very  pale  blue,  and  is  not  strongly 
dichroic,  changing  in  longitudinal  sections  from  almost 
colourless  to  a  pale  violet-blue,  in  transverse  sections  from 
bluish  to  a  faint  purple.  Evidently  it  is  one  of  the  paler 
varieties  of  glaucophane  f.     The  mineral  usually  is  fairly  free 

*  I  have  seen  the  mineral  with  characteristic  augite  cleavage  in  some 
smanigdite  rocks,  hut  do  not  find  a  thoroughly  satisfactory  specimen  in  any 
.  of  my  slides  from  the  Saasthal. 

t  it  may  he  interesting  to  mention  that  a  glaucophane-eclogite  is  far 
from  uncommon  in  the  ooulders  of  the  Snasthal.  Here  the  mineral  is 
richly  coloured.  I  have  not  found  the  rock  in  situ,  but  have  no  doubt  it 
is  from  some  part  of  the  range  which  extends  from  the  Strahlhom  to  the 
Egginerhom.  Most  of  this  is  a  green  schist  with  garnet,  hornblende,  &c 
and  it  contains,  certainly  sometimes,  probably  often,  glaucophane. 
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from  enclosures,  but  it  occasionally  contains  a  few  granules 
of  opacite,  or  a  grain  or  a  cluster  of  granules  of  the  honey- 
brown  mineral  described  below.  In  one  specimen  the  edges 
of  the  crystals  are  sometimes  fringed  with  a  rather  fibrous, 
distinctly  green  hornblende,  indicating  a  change  to  which 
attention  has  often  been  called  by  writers  on  glaucophane- 
rocks. 

The  garnets,  where  they  occur  (they  are  present  in  both 
the  above-named  specimens  containing  glaucophane),  are 
sometimes  roundish  grains,  sometimes  fairly  idiomorphic*,  a 
pale  straw-colour  with  a  tinge  of  red,  often  so  full  of  enclo- 
sures as  to  have  a  "  dusty  "  aspect,  but  sometimes  with  clear 
parts.  Some  of  these  enclosures  resemble  films,  and  are 
doubly  refracting,  being  possibly  one  of  the  constituents  of 
the  "  saussurite."  In  one  of  the  specimens  the  garnets  are 
arranged  in  a  kind  of  ring  about  the  patches  of  glaucophane  ; 
the  latter,  however,  occasionally  interposes  between  them  and 
the  "  saussurite ''  (fig,  1).  This  ring-like  arrangement  of  the 
gfiTiieis  is  perceptible  in  the  hand -speci men  t- 

Fig.  1.     (  X  16.    The  garnet  is  shaded  obliquely.) 


Lastly,  in  both  these  specimens,  and  less  abundantly  in 
some  of  the  others,  we  find  a  mineral,  which  occurs  in  grains 
and  sometimes  in  prisms  of  a  rich  honey-brown,  darkened  in 
parts  so  as  to  become  locally  almost  opaque.     Yery  possibly 

*  In  one  case  the  arrangement  suggests  that  a  larger  grain  has  been 
broken  up. 

t  Collected  from  a  boulder  between  Zmeiden  and  the  base  of  the 
Hochlaub  glacier. 
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it  is  psendobrookite*.  Characteristic  microliths  of  rntile  are 
occasionally  present. 

I  have  thought  it  needless  to  examine  microscopically  one 
of  the  specimens  where  the  pyroxenic  constituent  is  diallage, 
for  macroscopically  it  is  an  ordinary  gabbro,  with  the  felspar 
considerably  and  the  diallage  slightly  altered.  I  cannot 
detect  any  olivine,  but  this  mineral  occurs  in  the  gabbro  of 
Mont  Colon  t-  Here  the  pyroxene  changes  into  a  rich  green 
hornblende,  as  it  also  does  (though,  if  my  memory  be  correct, 
the  colour  is  a  little  paler)  in  the  gabbro  mass  on  the  west 
flank  of  the  Matterhom.  I  do  not  remember  to  have  seen 
smaragdite  at  either  of  those  localities  ;  probably  its  occur- 
rence in  the  Saasthal  mass  is  due  to  some  slight  accidental 
difference  in  chemical  composition  (• 

Among  the  boulders  was  one  resembling  a  dark  greenstone 
in  which  were  scattered  a  few  fairly  conspicuous  crystals  of 
smaragdite.  Under  the  microscope  it  appears  to  be  composed 
of  saussurite  and  various  pyroxenic  and  homblendic  consti- 
tuents, much  as  above  described  (without  glaucophane),  but 
very  confusedly  mingled ;  the  only  well-defined  mineral  being 
small  garnets  with  "  dusty "  centres  and  generally  rounded 
outb'nes.  It  is  quit«  possible  that  the  constituents  may  have 
been  crushed  up  together ;  but,  if  so,  the  last-named  either 
have  escaped  or  are  later  in  date.  There  are  also  a  few  well- 
formed  flakes  of  white  mica,  and  sometimes  (as  observed  by 
Dr.  Sterry  Hunt)  a  small  quantity  of  talc. 

It  follows  from  what  is  said  above  that  most  of  the  con- 
stituents in  these  euphotides  are  of  secondary  origin  ;  and  the 
rock  is  the  result  of  mineral  change  in  a  coarsely  crystalline 
gabbro  which  originally  consisted  mainly  of  a  plagioclase  fel- 
spar, such  as  labradorite,  and  a  diallage  (or  possibly  augite). 
It  is  difficult  to  determine  whether  the  garnets  are  original 
constituents  of  the  rock  or  not,  for  the  evidence  appears  to 
me  rather  conflicting ;  this  may  be  due  to  the  fact  that  the 
Alps  have  been  subject  to  disturbance  at  more  than  one  epoch ; 
perhaps  it  is  on  the  whole  more  probable  that  they  also  are 
secondary. 

*  This  mineral  is  frequent  in  the  glaucophane  eclQgites.  It  is  that 
noticed  by  myself,  as  probably  impure  spbeue  or  rutile,  in  the  rock  from 
the  Val  d'Aosta  (Min.  Mag.  vol.  viL  p.  3),  and  by  Sir.  Rutley,  Quart. 
Joum.  Geol.  Soc.  vol.  xlv.  p.  61. 

t  See  the  author, ''  On  some  Specimens  of  Gabbro  from  the  Pennine 
Alps/'  Min.  Mag.  vol.  ii.  p.  5. 

X  Dr.  Sterry  Hunt  (*  Contributions  to  the  History  of  Euphotide,'  &c.) 
found  in  the  i^aasthal  smaragdite  -61  of  CrgO,,  with  traces  of  nickel  and 
even  of  cobalt.    This  may  be  the  cause  of  the  peculiar  colour. 
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We  may  now  pass  on  to  inquire  to  what  cause  the  slight 
foliation^  commonly  perceptible  in  one  variety  of  this  rock 
(No.  4),  should  be  attributed. 

The  smaragdite-euphotide,  it  may  be  remarked^  is  a  rock  of 
exceptional  hardness  and  toughness^  breaking,  apparently, 
with  equal  difficulty  in  aU  directions ;  but  the  variety  of 
which  we  speak  is  not  quite  so  intractable,  and  is  occasionally, 
though  not  always,  more  fissile  in  the  direction  of  its  streak- 
ing. But,  so  far  as  I  have  observed,  we  do  not  find  any 
surfaces  of  markedly  imperfect  cohesion,  such,  for  instance,  as 
are  common  in  the  "  augen-gneisses."  A  careful,  and  I  hope 
unprejudiced,  examination  of  the  smaragdite-euphotide  blocks 
convinced  me  that  they  fail  to  reveal  any  conspicuous  marks  of 
"  dynamo-metamorphism.''  In  many,  notwithstanding  the 
changes  each  constituent  has  undergone,  an  ophitic  structure 
on  a  large  scale  is  still  quite  clear.  The  more  granular 
varieties,  whether  coarser  or  finer,  resemble' the  more  granular 
types  of  ordinary  gabbro. 

Here  it  may  be  well  to  describe  in  some  detail  two  or  three 
examples,  which  appeared  to  me  to  give  important  evidence  as 
to  the  history  of  the  rock.  First  of  these  is  one,  which,  at 
the  first  glance,  might  be  supposed  favourable  to  the  idea  of 
dynamo-metamorphism.  It  is  a  large  block  (about  6  feet  by  3^ 
and  at  least  a  yard  thick),  consisting  of  saussnrite  and  a  dull 
green,  almost  dark-slate-coloured  hornblende,  which  is  slightly 
more  porphyritic  in  aspect  than  is  usual,  crystalline  grains  of 
"sauBSurite''  about  1  inch  or  1*25  inch  long  occurringin  a  mass 
where  they  ranged  downwards  from  about  '5  inch.  These  larger 
crystals  have  a  rather  irregular  outline.  They  are  not,  how- 
ever, oval  as  in  "  augen-gneiss/'  but  the  ends  are  a  little 
ragged  or  "  teased  "  out,  the  smaller  being  more  streak-like 
(fi^.  2).  Thus  the  rock  exhibited  a  slight 
fohation,  but  was  not  in  the  least  fissile  p|^  2. 

parallel  with  it ;  the  structure  in  short  to 
my  eye    suggested    fluxional   movement  cCT^      ^^^^ 
prior  to  solidification  rather  than  a  crush-  <=^ 

ing  of  a   mass  already  solid.     Here  and        CTZ^ 
there   smaragdite  comes  in,  grains  of  it         t/'^' 
being     associated    with    and    apparently 
replacing  the  dark-bluish  (homblendic)  mineral.    These  grains 
occur  in  cloudlike  streaks  or  veins,  which  have  a  slight  tendency 
to  run  parallel  with  the  structure  of  the  rock. 

Another  large  block,  the  face  of  which  was  about  5  feet  wide 
by  3  feet  hi^h,  which  Ues  some  distance  farther  up  the  valley, 
also  affords  miportant  evidence.  At  the  top  is  a  band,  about 
6  inches  high,  of  a  coarse  gabbro,  containing  both  smaragdite 
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and  dialkge  (fig.  3) .  In  parts  of  this,  especially  in  the  pyroxenic 
constituent,  a  slight  "  streakiness  "  is  exhibited,  in  others  an 

Pig.  3.— Rough  sketch  of  block  showing  a  coarse  gabbro  streakixur  smorag- 
dite-euphotide.    The  upper  band  is  about  6  inches  thick. 


•,  J  • "..  *■»•'.'•"' 


ophitic  structure  can  be  traced.  In  this  the  ^^  crystals ''  of 
saussurite  are  sometimes  2'5  or  3  inches  long  :  the  patches  of 
the  pyroxenic  mineral  being  even  as  much  as  4  inches.  The  one 
form  shades  off  into  the  other  by  imperceptible  changes,  the 
crystals  of  saussurite  tending  to  assume  a  parallel  position  and 
to  become,  as  it  were,  distorted.  This  coarse  and  slightly 
"  orientated  "  band  on  the  right-hand  side  of  the  block  changes 
with  great  rapidity  into  a  rather  fine-grained,  less  pyroxenic 
variety  of  euphotide ;  the  diameter  of  the  pyroxenic  constituents 
being  about  '25  inch  at  most,  that  of  the  saussurite  a  very 
little  more.  The  structure  of  this  rock  is  granular,  and  only 
here  and  there  we  detect  a  slight  streakiness.  But  on  the 
left-hand  side  of  the  block,  as  shown  above,  we  find  a  band, 
about  half  a  yard  long  and  three  inches  broad,  of  a  gabbro  as 
coarse  as  that  of  the  upper  zone,  and  exhibiting  in  its  crystals 
a  similar,  perhaps  a  shade  more  marked,  tendency  to  orienta- 
tion. The  one  is  separated  from  the  other  by  a  band  like  the 
main  mass  of  the  block,  though  a  little  coarser  and  more 
pyroxenic,  but  at  last  the  lower  one  "  streaks  "  upwards  to  the 
upper.  There  is  no  sign  that  the  one  variety  either  has  been 
made  by  a  local  crushing  of  the  other,  or  is  intrusive  into  it ; 
but  we  observe  a  rapid  transition  from  the  one  to  the  other, 
as  in  a  rock  which  originally  consisted  of  two  magmas  slightly 
different  in  composition. 

Boulders  are  common  in  which  there  is  a  streaking  or  vein- 
ing,  without  absolutely  sharp  boundaries,  of  finer  varieties  by 
coarser,  or  of  those  which  are  more  felspathic  by  a  rock  richer 
in  a  pyroxenic  constituent — ^augite,  hornblende,  or  smaragdite. 

Boulders  also  may  be  found  occasionally  in  which  bands  of 
compact  greenstone  cut  across  the  streaky  structure  in  a 
euphotide,  so  as  to  prove  that,  whatever  might  be  its  cause, 
this  structure  existed  at  the  time  of  the  intrusion  of  the 
greenstone. 
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Tet  this  region,  as  a  whole,  nndonbtedly  has  been  subjected 
to  very  severe  pressure,  of  which  frequently  there  are  con- 
spicuous indications — for  in  some  places  serpentine  has  been 
crushed  into  a  slaty  schist,  other  rather  less  basic  rocks  into 
chloritic  or  hornblendic  schists,  granitoid  rocks  into  slabby 
gneisses  with  "  sheen  surfaces,'^  &.* 

Still,  among  these  euphotides,  certain  specimens  of  those 
containing  green  hornblende  (No.  4)  present  structures  which 
make  it  possible  that  the  mass  was  somewhat  modified  by 
crushing.  This  is  the  case  with  the  small  specimen  from 
the  spur  of  the  Allaleinhorn,  given  to  me  by  Mr.  Eccles  ;  also, 
though  to  a  less  extent,  in  sundry  specimens  collected  by 
myself,  one  from  the  ridge,  another  from  one  of  the  bosses. 
But  in  the  majority  of  the  boulders  of  this  type  I  could  find 
no  direct  evidence  in  favour  of  their  slight  "  flaser  "  structure 
being  due  to  this  cause,  while  occasionally  their  structures 
seemed  readily  explicable  by  flnxional  movements,  as  is  the 
case  with  certain  of  the  gabbros  at  the  Lizard.  Hence,  while 
I  should  admit  that  this  euphotide  had  been  occasionally 
modified  by  subsequent  pressure,  I  should  infer  that  on  the 
whole  it  has  done  little  more  than  modify  structures  which 
were  original,  and  that  these  have  been  generally  unafiected 
by  the  process  of  mountain-making. 

From  these  observations  it  follows  indirectly  that  gabbro  is 
by  no  means  a  promising  subject  for  "  dynamo-metamor- 
phism,''  and  to  attribute  a  jflaser  structure  to  this  agency, 
when  no  mark  has  been  left  on  neighbouring  and  less  obstinate 
rocks,  is  to  quit  induction  for  hypothesisf. 

Two  other  matters,  in  connexion  with  these  boulders,  appear 
to  me  to  call  for  a  few  remarks  in  conclusion : — 

(a)  In  all  parts  of  the  Saasthal  which  I  have  examined, 
the  boulders  containing  smaragdite  are  more  abundant  than 
those  in  which  the  dull  green  hornblende  dominates  (4).  But, 
as  I  have  stated,  this  is  not  the  case  on  the  ridge  itself.  The 
smaragdite,  no  doubt,  may  occur  in  parts  which  I  did  not  see, 
as  it  does  on  the  crags  below  the  eastern  end,  but  on  the  crest 

*  The  **  cleavage  foliation  "  is  often  so  marked  that  the  slabs  are  used 
for  flooring  and  occasionally  even  for  roofing. 

t  I  have  seen  statements  in  print  so  worded  as  to  suggest  that  a 
'*  uralitization ''  or  conversion  of  augite  into  hornblende  is  mdicative  of 
'<  dynamo-metamorphism/'  It  is  true  that,  as  aunte  is  a  less  stable 
mineral  than  hornblende,  any  disturbing  agency  is  likely  to  set  up  the 
change  from  one  condition  to  another,  and  so  very  often  it  results  from 
dynamo-metamorphism,  but  I  have  found  instances  of  this  change  when 
ttere  was  not  the  slightest  indication  of  mechanical  disturbance  to  be 
seen  in  the  neighbourhood.  Geologists  would  do  well  to  remember  that 
though  Acauses  B,  B  is  not  always  caused  by  A. 
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and  for  some  distance  below  it  the  latter  rock  is  certainly 
much  the  more  abundant '^.  The  enphotide  certainly  is  the 
more  durable  rock,  but  I  do  not  think  that  a  ^^  Buryival  of  the 
fittest''  is  a  sufficient  explanation,  and  can  only  suppose  that 
the  smaragdite-euphotide  predominated  in  the  part  of  the 
mass  which  has  been  removed. 

^6)  The  second  matter  seems  to  me  a  still  greater  diflSculty. 
These  blocks  occur  in  countless  thoasands.  To  speak  onlj'  of 
the  valley  above  Saas-im-grund,  the  part  which  I  have 
examined  most  closely,  they  abound  in  every  wall,  and  are 
strewn  thickly  over  many  acres  of  land  by  the  side  of  the 
torrent.  It  is,  I  believe,  no  exaggeration  to  say  that  they 
constitute  one  fourth  of  the  boulders ;  otlen  3  or  4  may  be 
seen  actually  touching  one  another  ;  not  seldom  their  volume 
is  2  or  8  cubic  feet,  often  much  more  than  a  cubic  yard. 
But,  as  I  have  already  indicated,  the  parent  mass  of  rock  is 
rather  small.  Its  surface,  compared  with  that  of  the  ridges 
and  crags  which  pay  tribute  to  the  Hochlaub,  AUalein, 
Schwartzenberg,  and  other  glaciers  is  almost  insignificant. 
An  explanation  might  be  suggested  on  the  principle  that 
"  you  cannot  spend  and  have  ;  the  gabbro  mass  may  have 
impoverished  itself  by  a  lavish  distribution  of  boulders,  so 
that  what  we  now  see  may  be  onlv  a  residual  fragment  of  the 
original  ridge.  Such  an  answer,  however,  in  reality  increases 
rather  than  removes  the  difficulty.  These  boulders  for  the 
most  part  were  distributed  when  the  Alpine  glaciers  were 
much  larger  than  at  present.  Add  only  fifty  feet  to  the 
thickness  of  the  nM^  and  the  height  of  the  ridge  would  be 
seriously  diminished,  while  the  two  small  neighbouring  out- 
crops wonld,  I  believe,  be  buried.  But  the  form  of  the  ridge 
is  such  that  there  are  difficnlties  in  understanding  how  the 
height  could  be  materially  increased.  It  is  like  a  wedge 
resting  on  the  broader  end,  the  crest  being  at  most  only  a 
few  feet  wide,  and  its  craggy  sides  are  everywhere  rather 
steep.  It  is  my  impression  (and  this  accords  with  the  map) 
that  the  greatest  breadth  of  the  base  does  not  exceed  a  hundred 
yards.  It  would  be  difficult  to  pile  up  more  than  about  ten 
thousand  cubic  yards  of  rock  upon  the  present  mass,  yet  the 
volume  of  the  scattered  blocks  must  greatly  exceed  thisf. 

*  I  infer  from  Capt.  Marshall  Hall's  account  that  there  was  at  anj  rate 
a  considerable  quantity  of  the  homUendic  yariety  in  the  eastern  crags. 

t  It  miffht  be  suggested  that  the  ridge  was  once  longer  and  that  the 
front  part  has  been  remoyed  by  denudation ;  but  if  so,  aud  if  the  removal 
was  enected  when  the  glaciers  were  laiger,  we  ought  now  to  see  a  low 
spur  exposed — the  foundation  of  the  portion  removed — arising  above  the 
ice  at  the  base  of  the  crag  at  the  eastern  end. 
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But  the  blocks  may  also  be  traced  up  the  slopes  some  height 
above  the  bed  of  the  Saasthal*  and  are  carried  down  the 
valley  of  the  Rhone  to  beyond  Geneva,  though  of  course  they 
become  much  less  numerous  in  the  lower  part,  even  of  the 
Vispthal.  If,  however,  the  glaciers  extended  only  as  far  as 
Stalden,  at  least  a  considerable  portion  of  the  rid^  would  be 
concealed,  and  during  no  small  fraction  of  the  Ice  Age  it 
must  have  been  completely  buried.  In  my  opinion,  we  are 
not  materially  helped  by  assuming  that  a  large  area  of  gabbro 
may  be  buried  beneatn  the  present  glaciers  f;  for  I  am  not 
aware  of  any  evidence  which  would  justify  us  in  assuming 
that  masses  of  rock  can  be,  to  any  great  extent,  gripped  and 
torn  off  bv  the  lower  part  of  a  glacier  and  then  transported 
beneath  tne  ice.  At  the  present  time,  as  probably  at  all  times, 
most  boulders  of  any  size  begin  their  journey  on  the  surface 
of  the  glacier,  t.  e.  have  fallen  upon  it  from  crags.  Is  it  pos- 
sible that,  during  a  long  period  anterior  to  the  "  Great  Ice  Age," 
the  Alpine  glaciers  either  were  much  smaller  than  they  are  at 
present,  or  perhaps  had  entirely  disappeared?  As  I  have 
elsewhere  shown  t,  a  rise  of  only  6°  F.  in  the  mean  tem- 
perature of  Switzerland  would  su£Sce  to  remove  them  from 
many  districts  and  reduce  them,  even  in  this  part  of  the 
Pennine?,  to  comparative  insignificance.  If  so,  blocks  doubt- 
less might  be  accumulated  by  the  ordinary  processes  of 
mountain  destruction  over  an  area  much  more  extensive  than 
is  now  exposed,  and  these  might  be  gradually  swept  onwards 
by  the  advancing  ice.  Some  of  these  also  must  have  been 
lifted  vertically,  for,  as  I  have  said,  they  occur  at  least  600 
feet  above  the  bed  of  the  Vispthal.  But  even  this  hypothesis 
does  not  appear  to  me  to  remove  the  difficulty,  for  where  the 
boulders  are  most  abundant  they  lie  as  if  they  had  been 
dropped  during  the  retreat  of  the  ice.  So  we  must  suppose 
that  the  glacier  kept  depositing  them  on  the  bed  of  the  valley 
and  then  over-riding  tnem  :  a  process  which  I  find  not  very 
easy  to  understand,  and  one  which,  if  acknowledged,  would 
be  extremely  difficult  to  reconcile  with  that  excavating  power 

*  I  have  onlv  seen  them  up  to  500  or  600  feet  above  the  river,  but  very 
likely  they  go  iii^her.  I  have  not  bad  a  good  opportunity  of  searching 
for  and  determining  their  vertical  range. 

t  At  the  lower  end  of  the  ridge  we  appear  to  be  approaching  the  inferior 
limit  of  the  mass,  for  Mr.  Eccles  informs  me  that  m  1890  he  saw  (but 
could  not  actually  touch)  a  dark  green  rock  ^either  serpentine  or  the 
'^  green  schist"  of  the  district)  below  the  euphotide  and  above  the  surf^e 
of  the  glacier.  The  ridge  does  not  appear  at  the  present  time  to  give  rise 
to  anv  well-marked  moraine. 

X  "  The  Growth  and  Sculpture  of  the  Alps,"  '  Alpine  Journal/ vol.  xiv. 
p.  233. 
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which  is  almost  an  axiom  with  some  glacialists'^.  In  short,  I 
have  not  been  able  to  find  any  thoroughly  satisfactory  solu- 
tion of  the  difficulty, — a  difficulty  which  is  not  without 
precedent  elsewhere  f.  For  the  present  I  must  be  content  to 
s^ate  it,  and  let  it  remain  among  the  riddles  in  which  the 
Glacial  Epoch  is  so  fruitful. 


XXV.  On  the  Theory  of  Long  Waves  and  its  Application  to 
the  Tidal  Phenomena  of  Rivers  and  Estuaries,  By  J. 
McCowAN,  M,A,y  B.Sc,  Assistant  Lecturer  on  Natural 
Philosophi/,  University  College,  Dundee  %, 

THE  theory  of  the  long  wave  has  received  considerable 
attention  since  the  time  of  Lagrange,  who  obtained  the 
well-known  first  approximation  for  its  velocity  in  a  channel 
of  uniform  rectangular  cross  section  §.  In  1839  Green  || 
obtained  the  corresponding  result  for  a  channel  of  triangular 
section,  and  KellandlF  that  for  a  channel  of  any  uniform 
section.  So  far,  however,  only  the  first  approximation  had 
been  discussed.  Sir  George  B.  Airy,  in  his  treatise  on 
"Tides  and  Waves"  in  the  Encyclopcedia  Metropolitana 
(1845),  gave  for  the  first  time,  so  far  as  I  am  aware,  the 
exact  equation  on  which  the  theory  of  the  long  wave  in  a 
channel  of  uniform  rectangular  section  depends :  he  gave  no 
general  solutions,  but  discussed  certain  problems  very  fully 
by  methods  of  approximation**.  I  do  not  know  that  any 
advance  on  Airy  s  treatment  has  since  been  published.  The 
subject  is  briefly  discussed  in  Prof.  G.  H.  Darwin's  article 
on  "  Tides  "  in  the  Encyclopcedia  Britannica  (ninth  edition), 
but  only  an  abstract  of  Airy's  results  is  given. 

In  the  following  paper  I  have  sought  to  give  a  fairly 
complete  discussion  of  tne  motion  of  long  waves  in  a  channel 
of  any  uniform  section,  but  I  have  not  sought  to  consider 
channels  of  varying  section.     For  the  case  of  waves  propa- 

*  It  must  be  remembered  that  here  we  are  among  the  mountains  in  a 
locality  where  the  excavating  powers  of  the  glaciers  should  be  at  a 
maximum ;  so  the  difficulty  cannot  be  eluded  by  the  analogy  of  a  stream 
which  will  excavate  where  the  descent  is  rapid  and  deposit  where  this  ia 


t  Quart  Joum.  Geol.  Soc.  1886,  p.  614. 

I  Communicated  by  the  Author. 
§  Berlin  Memoirs,  1786, 

II  Trans.  Camb.  Phil.  Soc.  vol.  vii. 
^  Trans.  Roy.  Soc.  Edinb.  vol.  xiv. 

•*  An  interesting  account  of  Airy's  results  is  given  by  Stokes  in  his 
"Report  on  Recent  Researches  in  Hydrodynamics,"  B.  A.  Reports, 
1846. 
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gated  in  one  direction  only  the  complete  solation  is  given, 
and  the  general  solution  for  propagation  in  both  directions  is 
obtained  in  finite  terms  for  a  system  of  diflFerent  forms  of 
channel.  One  of  these  forms  of  channel  is  peculiarly 
interesting  in  respect  of  the  fact  that  long  waves  of  any  kind 
are  propagated  along  it  without  change  of  form  :  in  all  other 
forms  of  channel  long  waves  change  in  form  as  they  advance. 
For  such  a  channel,  which  may  be  called  a  channel  of  uniform 
propagation,  the  general  solution  takes  a  specially  simple 
form,  and  I  have  devoted  a  section  to  its  discussion. 

Perhaps  the  most  important  application  of  the  theory  is  to 
the  explanation  of  the  tidal  phenomena  of  rivers  and  estuaries. 
In  the  treatise  on  "  Tides  and  Waves  "  the  application  was 
made  by  Airy  with  great  success.  As,  however,  the  results 
were  obtained  from  approximations  only,  I  have  thought  it 
desirable  to  re-discuss  some  of  them  with  the  aid  of  the  exact 
solutions.  As  was  to  have  been  expected,  they  are,  so  far  as 
they  go,  confirmed  in  the  main  ;  but  one  of  them,  to  which 
some  importance  has  been  attached,  is  found  to  be  erroneous. 
I  refer  to  the  explanation  of  what  are  called  double  tides, 
sometimes  observed  in  rivers  at  stations  sufficiently  far  from 
the  mouth.  The  splitting  up  of  the  wave,  however,  indicated 
by  Airy*s  solution,  and  on  which  the  explanation  depended, 
is  only  apparent  and  depends  on  the  fact  that  the  approxi- 
mation used  is  not  sufficiently  exact  for  stations  far  up  the 
river :  in  the  exact  solution  there  is  no  trace  of  such  a 
division. 

1.  The  Equations  of  MotioTu 

Consider  a  canal  or  horizontal  channel  of  any  uniform 
cross  section  filled  initially  to  a  certain  depth  with  water  or 
other  liquid.  Suppose  that  this  liquid  is  now  disturbed  in 
such  a  way  that  all  particles  which  are  initially  in  any  hori- 
zontal or  vertical  straight  line  perpendicular  to  the  length  of 
the  channel  receive  a  common  horizontal  displacement  and 
are  then  left  free  with  a  common  velocity  parallel  to  the 
length  of  the  channel,  the  displacement  and  velocity,  however, 
being  such  that  the  inclination  of  the  path  of  any  particle  to 
the  length  of  the  channel  is  everywhere  very  small  and  the 
motion  continuous.  Such  a  disturbance  will  in  general  give 
rise  to  a  wave-motion  in  which  "  long  waves "  with  parallel 
crests  are  propagated  in  both  directions  along  the  cnannel. 
The  nature  of  this  motion  we  proceed  to  investigate. 

Taking  the  axis  of  x  parallel  to  the  length  of  the  channel, 
along  its  bottom  say,  let  {  be  the  abscissa  at  time  ^  of  a  plane 
perpendicular  to  tlus  axis  containing  a  set  of  particles  which, 
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before  the  liquid  was  distarbed,  had  the  common  abscissa  x. 
Let  z  denote  the  height  of  the  free  surface  of  the  liquid  above 
the  axis  of  a,  where  it  is  cut  by  the  plane  ^,  and  let  h  be  the 
undisturbed  height.  Since  the  form  of  the  cross  section  of 
the  channel  is  supposed  given,  the  area  of  the  section  of  the 
liquid  made  by  the  plane  ^  is  a  function  of  z  which  can  be 
determined  and  may  therefore  be  supposed  known,  say  4>(z), 
and  the  area  of  the  undisturbed  section  being  the  same 
function  of  h  must  therefore  be  ^(A). 

Consider  now  two  planes,  perpendicular  to  the  length  of 
the  channel,  which  move  with  the  fluid  and  so  contain  dways 
the  same  particlesi  and  which,  before  the  liquid  was  disturbed, 
were  at  the  small  distance  Sx  apart :  at  time  t  their  distance 
apart  will  have  become  h^=^hx  .d^jdx,  but  the  quantity  of 
liquid  between  them  will  be  unaltered  and  therefore 
<l)[z)B^=ij>(h)Bx,  or 


da      <l>{^y 


(1) 


This  is  the  "  equation  of  continuity,"  and  we  have  also,  if 
u  denotes  the  component  of  the  velocity  parallel  to  the  axis 
of  ^, 

!=«•  •  • (^) 

Next,  let  p  be  the  density  of  the  liquid  and  let  p  be  the 
pressure  at  any  point  on  the  plane  f  :  the  motion,  parallel  to 
the  axis  of  x,  of  the  particles  near  this  point  will  therefore  be 
given  by  the  dynamical  equation 

or,  by  (1), 

^^^<K^dp 

Now,  from  the  initial  conditions,  it  is  clear  that  the  vertical 
component  of  the  acceleration  will  be  negligible,  and  therefore 
that  the  variation  of  the  pressure  from  point  to  point  will  be 
due  entirely  to  the  variation  in  the  depth  below  the  surface  : 
thus,  for  points  on  the  same  horizontal  plane,  Sp=^pSz,  and 
therefore  (3)  gives 

dt^  "    ^4>(h)  dx ^*^ 

Thus  the  component  of  the  acceleration  parallel  to  the  axis 
of  X  is  the  same  for  all  the  particles  in  any  plane  ^  perpen- 
dicular to  the  length  of  the  channel,  and  therefore  all  particles 
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initially  in  snch  a  plane  will  remain  so,  having  a  common 
horizontal  velocity. 
K,  finally,  we  differentiate  (4)  with  respect  to  a?,  we  get 

by  (1), 


The  particular  case  in  which  the  cross  section  of  the 
channel  is  rectangular  is  specially  important.  Here  ^(z)  is 
proportional  to  Zy  and  therefore  the  equations   (1)   to  (5) 


redace  to 


dl^h 
da      z' 

dt 


(!') 


^f_      ^dp  .afx 

d^-^^hdi ^"^^ 

d^f  z  dz  ,-,v 

dT-^-Hdi (*> 

d  Ifi  dz  ^_  d       dz  f^ 

dt^dt^di^^di ^  ' 

Equations  (1)  to  (5),  with  the  initial  and  boundary  con- 
ditions, completely  determine  the  motion.  It  is,  however, 
very  necessary  to  use  great  care  in  interpreting  these 
equations,  remembering  that  they  are  subject  to  the  limitations 
assumed  in  obtaining  tnem.  We  shall  see  later  that  though 
the  initial  circumstances  of  the  motion  satisfy  these  conditions, 
still  the  motion  will  gradually  alter  in  character  till  they  are 
no  longer  fulfilled,  and  therefore  the  further  motion  will  not 
be  given  by  these  equations.  '  It  is  therefore  important  to 
note  clearly  what  are  the  fundamental  conditions  to  be  satisfied 
in  order  that  any  wave-motion  may  be  included  in  the  theory 
of  long  waves. 

The  essential  feature  of  the  theory  is  the  motion  in  parallel 
sections ;  that  is,  the  motion  must  be  such  that  all  particles 
initially  in  a  plane,  perpendicular  to  the  length  of  the  channel, 
remain  in  such  a  plane.  The  investigation  shows  that  the 
motion  will  have  this  character  provided  that  initially  all 
particles  in  such  planes  receive  a  common  displacement  and 

Phil.  Mag.  S.  5.  Vol.  33.  No.  202.  March  1892.        T 
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velocity  parallel  to  the  length  of  the  channel,  great  in  com- 
parison with  the  other  two  components  of  the  displacement 
and  velocity*  It  is  clear  that  this  imposes  a  certain  limitation 
on  the  form  of  the  cross  section  of  the  channel :  near  the 
surface  the  inclination  of  the  sides  to  the  vertical  must  not  be 
so  great  as  to  occasion  too  great  a  transverse  motion,  as  the 
sarface  rises  and  falls  between  wave-crest  and  hollow.  In 
obtaining  (4)  the  exact  assumption  made  is  that  the  vertical 
component  of  the  acceleration  of  anv  particle  is  very  small 
in  comparison  with  the  free  acceleration  g  due  to  gravity. 
As  an  example,  suppose  that  the  form  of  the  surface  is 

S'ven  by  a  curve  of  sines  or  similar  curve.  Then  it  is  clear 
at,  to  satisfy  the  conditions,  the  height  of  the  waves,  and 
the  variation  in  the  breadth  of  the  channel  between  wave-crest 
and  trough,  must  be  very  small  in  comparison  with  the  length 
of  the  wave  ;  and  it  may  also  be  seen  without  much  difficulty 
that  the  ratio  of  the  wave-height  to  the  wave-length  must  be 
large  compared  with  the  square  of  the  ratio  of  me  depth  to 
the  wave-length. 

2.  TJie  Propagation  of  Waves  in  one  Direction  only  : 
General  Solution, 

The  most  important  problems  in  wave-motion  are  those  in 
which  waves  are  propagated  in  one  direction  only.  When 
this  limitation  is  imposed,  the  complete  solution  of  the  problem 
of  the  propagation  of  long  waves  may  be  obtained  as  follows : — 

Let  a  and  /8  'he  functions  of  z^  as  yet  undetermined  ; 
assume  for  a  unidirectional  solution, 

This  gives 

dz  ^       dz 

and  therefore  further 

dt^  dt'^  dx'^^dx' 
which  will  become  identical  with  (5),  if  we  take 

which  gives 

The  double  sign  has  only  reference  to  the  direction  of  pro- 
pagation of  the  waves,  and  we  shall  therefore  obtain  sufficient 
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generality  by  taking  the  upper  sign  only.  The  complete 
solation  of  (5)  for  an  advancing  senes  of  waves  of  any  form 
is  therefore  given  by 

-K'-'tV^') » 

where  «=Fo(j?)  when  <=0.  Here  the  ordinate  of  the  surface 
at  any  time  t  is  given  for  the  plane  of  particles  whose  abscissa 
in  their  undisturbed  position  was  ^,  and  we  may  obtain  from 
this  f^  M,  and  p  by  means  of  equations  (1),  (2),  and  (3J.  As^ 
however,  it  is  generally  more  convenient  and  shows  tne  cha- 
racter of  the  motion  more  clearly,  to  have  all  quantities  given 
in  terms  of  the  actual  abscissa  ^  at  time  f ,  rather  than  the 
abscissa  x  corresponding  to  an  anterior  undisturbed  condition, 
we  shall  work  out  the  results  in  this  form. 

Usin^  the  letter  P  with  various  suflSxes  to  denote  a  series 
of  functions  related  to  Fq  in  ways  which  will  be  suflBciently 
obvious  from  the  transformations  without  other  explanation, 
(6)  may  be  written 

and  therefore  by  (1) 

and  kt  is  written  in  place  of  the  arbitrary  function  of  t  which 
would  natun^lly  appear  qn  integration,  for  we  easily  find  on 
substitution  in  (4:)  that  this  function  reduces  to  the  form  kt, 
k  being  an  absolute  constant.     Thus,  finally, 

z^¥{i^{^/g.f{z)^k)t},     •     .     ,     .     (8) 

where  z=F(f)  is  the  equation  to  the  wave-form  when  <=0, 
Again, 

<^W  ^dj^djdz  ^     dii>{h)     /f  (g)  dz. 
A{z)  ^  dx     dz  dx         dz  ^{z)  y   g^{z)'  dt  *" 

,     d^dz /g^) 

•'    dzdt"     V  <pf{z)' 
T2 


where 
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Thus 

For  ihe  case  of  a  channel  of  rectangular  section,  equations 
(6)  to  (9)  reduce  to 

z^Fo{x^tz^/h), (60 

^(^)  =  3i/z, (7') 

z^F\^^{8^^iz--k)t},  ....  (8') 

u  =  2V^-* (90 

Equations  (7)  to  (9)  supply  immediately  the  solution  of  two 
very  important  general  problems.  Thus,  if  we  are  riven  the 
form  of  the  surface,  say  z = F(f) ,  of  a  train  of  waves  advancing 
in  a  channel  of  given  uniform  cross  section  at  any  time,  which 
may  conveniently  be  taken  as  zero,  the  form  of  the  surface  at 
any  subsequent  time  t  will  be  given  by  (7)  and  (8),  and  the 
veiocitj'  w  by  (9).  Again,  if  a  procession  of  waves  is  propa- 
gated along  the  channel  by  imposing  a  forced  motion,  say 
z=if(t),  at  some  part  of  the  channel,  which  may  conveniently 
be  taken  as  the  origin,  then  the  form  and  motion  generally  of 
the  advancing  waves  will  again  be  given  by  the  equations  (7) 
to  (9),  (8)  being  modified  to  the  form 

z=f{t-^K^^g.ir{z)-k)\,   ....     (10) 

«=/!<-f/(3  V^-t)K (lOO 

if  the  section  is  rectangular. 

In  both  these  solutions  it  will  be  seen  that  the  constant  k  is 
left  undetermined  ;  by  (9)  we  see  that  it  will  be  determined 
by  the  consideration  of  the  normal  veloci^  of  flow  in  the 
cnannel  independent  of  the  wave-motion.  Thus,  if  when  no 
waves  are  being  propagated  along  the  channel,  there  is  a 
uniform  flow  in  it  in  tne  direction  of  the  axis  of  x,  the  velocity 
being  U,  then,  if  we  regard  the  wave-motion  as  such  as  not  in 
.itself  producing  a  permanent  flow,  we  must  have 


or 


UT 


vwhen  the  time  T  is  taken  sufGiciently  long. 

Thus,. by  (9),  *  will  be  determined  by  the  condition 
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where  T  is  very  large.     In  the  case  of  rectangular  section 
this  reduces  to 

JfeT  =  r  2>/^d«-UT (ir) 

In  a  subsequent  section  a  discussion  of  some  of  the  tidal 

Shenomena  of  rivers  and  estuaries  will  afford  a  somewhat 
etailed  illustration  of  the  character  of  the  motion  which  is 
indicated  by  the  equations  we  have  obtained  in  this  section; 
but  meanwhile  a  brief  sketch  of  its  general  nature  is  desirable. 
From  (8)  we  see  that  any  point  on  the  wave-surface  whose 
ordinate  is  z  maybe  regarded  as  advancing  without  change  of 
elevation  with  the  velocity  (  V^(^)— *)5  thus  in  genenJ 
the  waves  will  change  in  form  as  they  advance,  owing  to  the 
difference  in  the  velocities  of  higher  and  lower  parts,  becoming 
steeper  or  less  steep  in  front  according  as  "^{z)  increases  or 
decreases  as  z  increases,  but  they  will  be  propagated  with  a 
constant  velocity  and  without  change  of  form  if  '^(^)  is 
constant,  a  case  to  be  specially  discussed  in  the  next  section. 
From  (8)  we  also  see  that  though  the  form  may  change,  the 
height  of  the  wave-crests  and  troughs  does  not  alter.  From 
(9)  we  see  that  at  any  point  the  component  of  the  velocity 
parallel  to  the  axis  of  x  depends  only  on  the  surface-height  at 
the  point ;  the  vertical  component  of  the  velocity  will  of  course 
be  dzldt  at  the  surface,  and,  since  it  vanishes  at  the  bottom^ 
it  will  for  intervening  points  be  propomonal  to  their  height 
above  the  bottom. 

An  important  consequence  of  the  continual  change  in  the 
form  of  the  advancing  wave  must  here  be  noted.  As  the 
velocity  of  advance  of  each  point  of  the  wave-surface  depends 
only  on  its  ordinate  and  not  at  all  on  the  time,  it  follows  that, 
the  case  where  ^(^)  is  a  constant  alone  being  excepted,  the 
inclination  at  some  points  on  the  surface,  nowever  small 
initially,  will  ultimately  become  so  great  that  the  conditions 
under  which  our  equations  have  been  obtained  no  longer  hold 
there.  It  follows,  therefore,  that  we  must  be  careful  only  to 
apply  our  results  throughout  those  regions  and  during  those 
times  in  which  the  condition  of  small  surface-inclination  holds, 
and  we  must  infer  nothing  as  to  the  further  motion  without 
special  investigation.  It  seems  to  be  generally  held  that  the 
distortion  of  the  surface-form  will  go  on  till  discontinuity 
results;  but  such  an  inference  can  hardly  rest  on  secure 
grounds  so  long  as  no  equations  are  known  which  will 
represent  even  approximately  the  motion  when  the  steepness 
of  the  surface  becomes  considerable ;  on  the  contrary,  from 
the  known  fact  of  the  permanent  propagation  of  certain  forms 
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of  steep  waves,  it  seems  more  probable  that  the  ultimate  fate 
of  the  waves  will  depend  entirely  on  the  initial  circumstances. 

8.  The  Cliannd  of  Uniform  Propagation. 

The  solution  of  the  problem  of  the  propagation  of  long 
waves  in  one  direction  only  which  we  have  obtained  affords 
little  or  no  clae  to  the  treatment  required  for  the  general  case 
of  propagation  in  both  directions.  The  complete  solution  of 
this  latter  problem  in  finite  terms  is  in  general  unattainable ; 
but,  as  we  shall  see  immediately,  there  is  an  infinite  variety  of 
forms  of  cross  section  for  which  such  solutions  may  be  obtained. 
Of  these  forms  of  section,  however,  there  is  one  which,  from 
its  special  interest  and  simplicity,  deserves  a  separate  dis- 
cussion. 

From  the  form  of  equation  (5)  we  see  that  it  will  reduce  to 

(P  ^)  _       (P  4>{h) 
dt^4>(z)  ^^^da^<l>{zy 

^^-^.^f  (12) 


or  by  (1)  to 


if  we  take  <ff(z)  such  that 
which  gives  on  integrating 

Let  y  denote  the  breadth  of  the  cross  section  corresponding 
to  the  ordinate^,  let  b  denote  the  breadth  at  the  mean  level  A, 
and  let  A  be  written  for  0(&),  the  area  of  the  mean  cross 
section.     Then,  by  (13), 

4>{z)^A/{l-2{z-hye}^;      .     .     .     (14) 

/.    !,  =  <f,'(z)=A/c{l-2{z-h)c\*',      .    .         (15) 

.-.     b  =  <t>'(h)  =  A/c, 

or  c  =  A/6 (16) 

The  complete  solution  of  (12)  is 

f  =/i(*-V<) +/»(*+ VO,  •    .    .    .     (17) 
V  =  V^c  =  v^O/A/fc) ; (18) 


where 
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and  this  gives  by  (1)  and  (14) 

U-2(^-A)/cJ*=/i'(^-V0+//(^+V0,     .    (19) 

and  by  (2) 

upi  =  ^f^(x^Yt)+/J(x+Yt).      .    .    .    (20) 

From  (17)  we  see  that  the  most  general  motion  in  a  channel 
of  such  a  cross  section  as  is  given  by  (15)  may  be  regarded  as 
compounded  of  two  series  of  waves  of  horizontal  displacement 
moving  in  opposite  directions  with  equal  constant  velocities. 
The  constant  velocity  V  given  by  (18),  and  here  appearing 
as  an  exact  result,  is  of  the  same  form  as  Kellands  well- 
known  approximation  for  the  mean  rate  of  propagation  in  a 
channel  of  any  section,  which  latter  result  may  of  course  be 
derived  immediately  from  (5).  From  (16)  it  may  be  noted 
that  the  constant  c  is  the  average  depth  over  the  cross 
section.  If  we  consider  the  solution  obtained  by  taking  only 
one  of  the  arbitrary  functions  in  (17)  and  (18),  we  see  that  it 
represents  a  propagation  of  waves  in  one  direction  only,  with 
a  constant  velocity  and  without  change  of  form  ;  hence  a 
channel  with  such  a  cross  section  as  we  are  considering  may 
be  called  a  channel  of  uniform  propagation.  It  is  obvious, 
moreover,  that  it  is  only  that  part  of  the  section  which  lies 
between  the  highest  crest  and  lowest  trough  that  need  have 
the  form  given  by  (15),  provided  the  section  below  this  level 
is  still  such  &s  to  make  the  area  equal  to  A.  Thus,  any 
channel  may  be  made  a  channel  of  uniform  propagation  by 
suitably  sloping  the  sides  between  the  levels  of  crest  and 
hollow  of  such  waves  as  traverse  it,  provided  always  of  course 
that  the  slope  required  be  not  such  as  to  imply  a  greater 
transverse  motion  than  is  contemplated  in  the  formation  of  the 
fundamental  equations  (1)  to  (5).  If  0  denote  the  required 
inclination  of  each  of  the  two  sides  to  the  vertical,  corre- 
sponding to  the  ordinate  z,  taking  for  simplicity  the  case  of 
equal  slope  on  each  side,  then  by  (15) 

.2tand  =  f'(^)=3A/c3{l-2(^-A)}*,   .    .    (21) 

and,  if  0^  be  the  inclination  at  the  mean  level  A, 

2tendo=3A/c'  =  36VA (22) 

The  equation  to  the  form  of  the  disturbed  surface  at  any 
time  t  will  be  obtained  explicitly  by  eliminating  x  between 
(17)  and  (19),  but  generally  it  will  be  more  convenient  to 
leave  x  uneUminated,  regarding  it  rather  as  a  variable  para- 
meter. It  is  important  to  notice  that,  though  waves  advancing 
in  one  direction  only  are  propagated  unchanged,  in  the  general 
case  the  form  of  the  surface  cannot  be  obtained  by  simply 
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superposing  the  forms  of  the  two  oppositely  moving  systems 
of  waves  of  which  it  may  be  regarded  as  the  result.  It  is 
clear,  however,  from  (17)  that  the  displacement  of  any  plane 
from  its  mean  or  undisturbed  position  is  simply  the  sum  of 
the  displacements  due  to  the  component  waves. 

4.  A  General  Solution :  Solutions  in  Finite  Terms. 

The  solution  which  has  just  been  discussed  is  the  simplest 
of  a  series  of  complete  solutions  in  finite  terms  which  may  be 
obtained  for  a  corresponding  series  of  forms  of  cross  section. 
For  if  we  take  ^(;s5)=  (a  +  te)",  then  taking  advantage  of  (1), 
(4)  may  be  written 


dt^  nh       da^ 


dj 
dx 


«+i/« 


(23) 


and  if  we  change  the  independent  variables  in  this  to  u^d^/dt 
and  jt>=rff/c?^,  and  the  dependent  variable  to  3  =jE>j?  +  t/t—^, 
we  get 

an  equation  of  a  form  which  has  received  considerable  atten- 
tion, the  equations  of  Biccati  and  Bessel  being  connected 
with  it  The  general  solution  of  (23)  will  thenl)e  given  by 
the  following  equations : — 

'-t ("> 

!±g}-.+^-f=»,      ....      (J8) 

where  ^  is  the  general  solution  of  (24),  which  may  be  easily 
shown  to  be,  on  sabstitating  for^  its  value  in  terms  of  Zy 


{ 


\/^ng(a-\-hz)/b  .  cos  0)  sin^^  .  d^ 


s=(  /i(«- 

Jo 

+  j   /j(«+  V4nff{a  +  bz)/b  .  cos  <^)  sin^-i^ .  dff)  .  (29a) 
Jo 

when  n  is  positive,  and 
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3=(a+6z)-»j  /i(u-^4n^(a +6z)/6 .  cos  4>)  sin-*"  4> .  dij> 

+  (a+ bz)-»\  /,(u + ^inff{a+bz)/b .  cos  <f>)  sin"*"*^ .  i<^,(29A) 

when  n  is  negative:  if  n,  however,  lies  between  4-^  and  —  i 
either  form  may  be  taken. 

From  this  general  solution  we  see  immediately  that  if  2n 
be  an  odd  integer^  positive  or  negative,  the  solution  will  take 
a  finite  form  on  integrating.     We  shall  obtain,  in  fact, 

+  F,{tt+\/2^(2i-l)(a+6^)/6)},  .     .     (30) 
or 

+  F,(u+-/-25r(2i-lXa+6^)/i)},     .    .    (31) 

according  as  w=t— ^  or  n=i— t,  t  being  a  positive  integer. 
These  cases  of  finite  solution  are  specially  interesting  for  the 
smaller  values  of  t,  as  being  then  more  easily  interpreted  :  it 
may  be  noted  that  the  case  of  the  channel  of  uniform  propa- 
gation is  obtained  by  taking  t =0,  in  (30),  or  f  =  1,  in  (31). 
It  should  be  observed  that,  as  in  any  real  channel  the  cross- 
sectional  area  <p(z)  must  increase  with  z,  b  and  n  must  be 
quantities  of  the  same  sign. 

Whatever  be  the  form  of  <t>(z)j  the  general  equation  (4) 
might  be  treated  by  thus  changing  the  independent  variables 
to  u  and  p  ;  but  the  solution  wouM  in  general  be  very  com- 
plex in  form.  This  mode  of  solution,  however,  is  interesting 
theoretically  from  its  relation  to  the  finite  solution  we  have 
obtained  for  waves  propagated  in  one  direction  only.  For 
that  solution  is  the  most  general  one  that  satisfies  the  con- 
dition !«==/( p),  while  this  latter  is  general  only  when  u  and 
p  are  independent ;  thus  the  solutions  are  supplementary  to 
each  other,  the  cases  excluded  from  the  one  system  are  pre- 
cisely those  included  under  the  other. 

5.  Tides  in  Rivers  and  Estuaries. 

The  tide  in  a  river  or  long  narrow  estuary  is  due  to  the 
propagation  upwards  from  we  outlet  of  long  waves  which 
may  be  regarded  as  forced  by  the  oceanic  tide  at  the  mouth. 
Th^  tide  at  the  mouth  may,  for  our  present  purpose,  be 
regarded  as  compounded  of  two  simple  harmonic  constituents^ 
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the  lunar  and  solar  semidiurnal  tides  ;  and  if  we  do  not  seek 
to  trace  its  variation  from  spring  tide  to  neap,  it  will  be 
sufficient  to  replace  these,  as  their  periods  are  roughly  equal, 
by  one,  and  take 

ff=7fQsmrU (32) 

as  representing  the  oceanic  tide  at  the  river-mouth  ;  i;  deno- 
ting the  elevation  of  the  surface  above  mean  level,  and 
n=27r/Tthe  "speed''  of  the  tide,  which  has  the  period  T. 
But  if  we  want  to  consider  the  phenomena  of  spring  and 
neap  tides  we  must  take 

ftsLrjisinn^t+ffiainn^t;     ....     (33) 

where  Ui  and  n^  are  the  speeds,  and  2i7i,  2i7s  the  ranges  of  the 
lunar  and  solar  semidiurnals  respectively. 

Consider  the  case  of  a  river  or  long  narrow  estuary  which 
approximates  in  form  to  a  straight  channel  of  uniform  rect- 
angular section.  Let  the  origin  be  taken  at  the  mouth  of  the 
river,  and  let  a  be  measured  from  the  mouth  up.  Then  if  the 
oceanic  tide  at  the  river-mouth  be  given  by  (32),  we  see  by 
(l(y)  that,  writing  i;  for  z— A,  the  elevation  above  mean  level, 
the  tide-wave  propagated  up  the  river  in  consequence  will  be 

given  by  

i;=i;osinn{e-.f/(3v7(AT^)«t},      ,     ,     (84) 

where  A;  is  a  constant  to  be  determined  from  the  mean  rate  of 
efflux  from  the  river.  Thus  if  the  natural  velocity  of  the 
stream  towards  its  mouth  be  q,  then  by  (U')?  noting  that  the 
integration  need  only  extend  over  the  period, 

A=3+^f  V/t+i^osin^.d^; 
^  Jo 


or 


,=,,llitt±*iE(^j^).     ...    (35) 

The  limiting  values  between  which  k  must  always  lie  are 
therefore  given  by 

k-q  +  2^^gh  when  Vo—0,     .   (36) 

Aa/9        

k=q+ ^  V^A==y+l-8i/^A  wheni;o=A;    .  (87) 
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80  thai  in  approximations  the  valae  given  bj  (86)  may 
generally  be  taken. 

By  means  of  these  results  we  can  easily  see  the  chief 
characteristics  of  the  tidal  ebb  and  flow  in  such  a  river  or 
estuary.  From  (34)  it  follows  that  the  height  of  rise  and 
fall  is  the  same  at  all  stations  on  the  river  as  that  of  the 
oceanic  tide  at  the  month,  but  the  rise  and  fall  is  not  simple 
harmonic  except  at  the  mouth.  We  see  also  that  high  water 
occurs  later  at  stations  up  the  river  than  at  the  mouth,  the 
lag,  which  is  simply  proportional  to  the  distance  from  the 
mouth,  being  less  for  hi^h  than  for  low  tides,  and  also  less 
the  less  the  natural  flow  in  the  river  :  the  same  is  true  for 
the  time  of  low  water,  but  the  lag  is  greater  and  it  is  greater 
for  high  than  for  low  tides  ;  hence  the  interval  from  low 
water  to  the  high  water  following  is  less  than  the  interval 
from  high  water  to  the  following  low  water.  In  fact,  from 
(34),  the  interval  from  high  water  to  the  succeeding  low 
water,  at  a  station  at  distance  f  from  the  mouth,  is 

or  approximately,  taking  k=q  +  2\^gh  and  neglecting  i/o', 

(s/ffn-q)* 

and  therefore,  making  the  same  approximations,  the  interval 
from  low  water  to  we  following  nigh  water  at  the  same 
station  will  be 

From  (39)  and  (40)  it  follows  that  the  difference  in  the 
two  intervals  increases  directly  as  the  distance  from  the 
mouth  and  as  the  height  of  the  tide  approximately :  it  is 
also  greater  the  greater  the  natural  velocity  q  of  the  stream. 

Again,  by  (9'), 

tt=2^<7(A+i7)-*, (41) 

whence  it  follows  that  the  rate  of  flow  is  a  maximum  at  high 
water,  and  the  rate  of  ebb  a  maximum  at  low  water.  Also, 
flood  ends  and  ebb  begins,  or  vice  versd,  when 

2s/g{h+v)^k, (42) 

and  therefore  at  an  elevation  above  mean  level  which  is 
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^eater  the  greater  the  natural  stream-velocity  q :  when  there 
IS  no  stream-velocitj  q  ebb  will  begin  approximately  at  the 
mean  level  hj  but  really  somewhat  below  this^  and  more 
notably  when  the  tide  is  a  hi^h  one. 
Again,  by  (34)  and  (42),  Uie  duration  of  flood  will  be 

iT-isin    ^, (43) 

where  rj  is  given  by  (42)  :   therefore  the  duration  of  flood  is 
approximately 

*^-'^' (") 

and  that  of  ebb 

iT+?2^ (45) 

^    Vffh 

Thus  the  durations  of  flood  and  ebb  are  very  nearly  equal 
when  there  is  no  independent  flow  in  the  river,  but  the  ebb 
continues  longer  than  the  flow  when  there  is  an  independent 
flow  q  towards  the  sea,  as  was  to  be  expected. 

All  these  results  are  in  complete  accordance  with  the 
observed  phenomena  of  the  tides  in  rivers.  Most  of  them,  in 
their  approximate  form,  were  given  by  Sir  George  B.  Airy  in 
the  article  "  On  Tides  and  Waves,*'  alreadj'  referred  to.  His 
approximation,  however,  led  him  to  the  further  result  that 
the  wave  of  the  tide  would  subdivide  as  it  advanced  up  the 
river,  so  that  at  stations  far  enough  up  there  would  be  two 
times  of  high  water  in  each  period,  or  even  three  or  more  at 
su£Sciently  distant  stations.  Aa  a  matter  of  fact  there  is  such 
a  phenomenon  of  double  tide  in  the  upper  parts  of  some 
rivers,  and  this  result  was  therefore  taken  as  its  explanation  : 
it  is  easy  to  see  from  (34),  however,  that  there  is  really  no 
such  subdivision,  and  that  therefore  the  explanation  of  such  a 
peculiarity  must  be  sought  elsewhere.  For  (34)  shows  that 
each  point  on  the  wave-surface  may  be  regarded  as  advancing 
up  tne  river  without  change  of  elevation  with  a  velocity 
[3>/(^«)— A],  which  depends  only  on  its  elevation,  and 
which  is  greater  the  greater  the  elevation.  Hence  the  slope 
at  every  point  from  the  trough  to  the  crest  in  front  of  the 
wave,  which  near  the  mouth  has  the  form  of  a  curve  of  sines, 
becomes  greater,  and  at  every  point  in  the  rear  from  crest  to 
trough  it  becomes  less.  Thus  we  can  easily  picture,  or  draw 
if  need  be,  the  form  of  the  advancing  wave ;  but  without  this, 
however,  the  general  considerations  show  that  there  can  be  no 
subdivision,  even  though  the  wave  were  traced  up  to  the  point 
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at  which  the  equations  indicate  discontinuity,  a  point  far 
beyond  that  permissible  ander  the  fandamental  assumptions. 
It  is  clear,  therefore,  that  the  subdivision  obtained  by  Airy 
must  be  due  to  his  having  extended  his  interpretation  of  his 
approximation  to  a  distance  at  which  it  ceased  to  give  a  fair 
account  of  the  motion.  In  fact,  returning  to  (34),  if  we  put 
n/>/^A=w,  take  ^'=.0  and  k=2^/gh,  we  shall  get  at  once 
for  an  approximation, 

17=170 sin  (n<— mf)— I  .ti^jh  .misini{rd'-m^)\    .    (46) 

which  is  the  solution  used  by  Airy.  He  has  given  a  tracing 
of  the  wave-form  represented  by  this  equation,  which  shows  a 
subdivision  of  the  wave  at  a  sufficiently  advanced  station. 
This  tracing,  with  a  brief  summary  of  Airy's  results,  is  repro- 
duced by  9.  H.  Darwin  in  his  article  "  On  Tides,''  in  the 
Encyclopoedia  Britannica.  Airy  has  further  carried  (46)  to  a 
third  approximation,  which  may  easily  be  obtained  from  (34) 
and  need  not  be  reproduced  here,  and  from  this  he  finds  there 
may  even  be  a  suodivision  into  three.  All  this,  however, 
follows  inevitably  from  the  form  of  approximation  used,  that 
of  a  series  of  sines  of  multiple  arcs,  when  due  regard  is  not 
paid  to  the  limits  within  which  only  it  can  be  regarded  as  an 
approximation  at  all.  In  fact  such  an  approximation  will 
indicate  a  subdivision  into  as  many  waves  as  it  contains  terms; 
but  the  more  terms  there  are  taxen,  the  further  up  the  river 
must  we  advance  before  any  subdivision  is  indicated.     That 

Seat  caution  is  necessary  in  applying  such  a  series  to  points 
r  up  the  river  is  further  indicated  by  the  occurrence  of 
powers  of  f  in  the  coefficients. 

It  would  be  equally  simple  to  discuss  the  tidal  phenomena 
produced  in  a  river  by  the  oceanic  tides  given  by  (33) ;  but 
practically,  the  component  tides  having  nearly  equal  periods, 
the  discussion  of  the  simpler  tide,  riven  by  (32),  suffices  to 
give  a  fairly  accurate  account  of  tne  more  complex,  if  we 
regard  the  range  as  having  a  slow  periodic  variation,  the 
period  bein^  the  interval  between  successive  spring  tides ; 
and  in  fact,  m  referring  to  the  effects  of  high  and  low  tides, 
this  variation  was  kept  in  view  in  the  preceding  discussion. 

Dundee,  December  21, 1891. 


Digitized  by 


Google 


[    266     ] 


XXVI.  On  the  Intensity  at  the  Focal  Point  of  a  Telescope^  when 
the  Object-glass  is  covered  by  a  Diaphragm  pierced  with 
Circular  Apertures,  By  James  Walkkk,  M.A.j  Demon- 
strator at  the  Clarendon  Laboratory ^  Oxford*, 

THE  proposal  recently  made,  to  reduce  the  intensity  of 
the  image  of  a  star  by  means  of  screens  placed  before 
the  object-glass  of  a  telescope,  renders  it  of  importance  to 
determine  the  theoretical  value  of  the  intensity  in  such  cases. 
In  its  general  form  the  problem  is  one  of  considerable  com- 
plexity ;  but  when  the  apertures  ia  the  screen  are  circles,  the 
intensity  at  the  focal  point  itself  can  be  expressed  in  a  form 
from  which  its  value  can  be  calculated  to  any  required  degree 
of  accuracy. 

Taking  the  centre  of  the  screen  as  origin,  let  the  equation 
of  one  of  the  apertures  be 

p«-2apcos«+a«-r'=0, (1) 

where  r  is  the  radius  of  the  circle,  and  a  the  distance  of  its 
centre  from  the  origin  ;  then,  if  we  denote  the  aberration  by 
fip^y  the  amplitude  of  the  displacement  at  the  focal  point  may 
be  represented  by  a  sum  of  terms  of  the  form 


V^pdpd^,     ....     (2) 


where  ^sV'— 1,  and  p^,  p,  are  the  roots  of  (1);  and  the 
intensity  at  this  point  is  obtained  by  multiplying  this  sum  by 
the  expression  obtained  from  it  by  changing  the  sign  of  ^. 
Expanding  €^*  in  a  series,  we  at  once  obtain 

and  since 

pBi«+i  I4n+2 

x(r»-a'Bin«^)^, 
the  general  term  of  the  integral  (2)  is 

*  Commonicated  by  the  Author. 
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(2n+l)|n    ;e,    |2;>-l|4n  +  3-2pJ_^-v/>  ^ 

=2  _M!_''=S+'__|4n±2 r^,.^. 

(2n  +  l)|»    ;f,    \2p-l  |4n+3-2yJ, 


2n+l       |n       ^j 


2p-l  4n  +  8-2p 


/2m+l\     /2p  +  l\ 

Vaj        J^,     ^       ''  W    |H2n+l-p-*»  2r(m+p  +  l) 

Rearranging  the  terms  bo  as  to  collect  together  the  coefB- 
dents  of  like  powers  of  -,  this  expression  may  be  written 

2n+l*    |n      ^^^   Va/    ,4-i        ^  \2p-2g-l\in+3-2p+2q 


X  |2n+l-p+(y 


■|2|2n  +  l-£  F(i>+1) 

,_    a^+'     (*;8)« '•=5+7n»_|2!?  +  l_    'i*  (-1). 

=  *^'^-2;rrr~i«~  3i  ^"^^  |pI^"+i-p«=p-' 

r/22+i\ 

I2n+i  _Ll_Z, 

using  the  expression  [wt+i  to  denote 

(«»+i)(m-4)(m-f)...i.i. 
Kow  the  expression 


<-^-.  |p-g-l|2n  +  i-y  +  y+l  |£ 
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is  the  coefficient  of  op-^  in  the  product 

+  (2n+i)(2«-i)-^-...}, 
and  this  product  is  equal  to  ~ 

(-l)'-^7^*(l-ao-Kl-^)**■'*=(-l)'-^7^*(l-^)^ 

Hence 

-r*   f     lU  1^"  +  ^  V     2     )_  |2n 

,=,-1  ^       '  \p-q-l  \2n  +  i-p  +  q  +  l  \g  \p-l  \2n  +  l-p  '  ^' 

and  the  general  term  of  the  integral  is 

«       -1    \P  p-l  \\2n+l-p['    ^a/ 


|«       ,.1    If  £-1  {i2n+l-£}« 


We  thus  obtain  for  the  amplitude  of  the  displacement  at 
the  focal  point  an  expression  of  the  form 

A=ir{Co  +  Cx(t/S)  +  C,(*/3)«  +  ...  }, 

where  On  is  the  sum  of  the  expressions  obtained  from 

by  giving  r  and  a  their  proper  values :  and  the  intensity  is 

I=7r«{Co»  +  (Ci«-2C,Co)/3^+{C!,»-2C8Ci  +  2C,CoJ/3*+...}. 

An  interesting  case  is  that  in  which  the  apertures  consist 
of  a  equal  circles,  of  which  one  has  its  centre  at  the  middle 
point  of  the  object-glass,  while  the  centres  of  the  remaining 
^—1  are  equidistant  from  this  point.     In  this  case^  writing 

r=fiRy    a=vR, 

where  R  is  the  radius  of  the  foil  aperture  of  the  object-glass, 
the  value  of  the  intensity  at  the  focal  point  is 

+  (D,»-2D8Di  +  2D4Do)/3*E"+... }, 
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where  Do=l, 

In  the  particular  case  of  the  screens  supplied  from  the 
Royal  Observatory,  Greenwich, 

and  hence, 

when/8R*=j,     Izx-n^R*  x  0-0256  x  0'9811 ; 

„    i8R*=|,     I=7r2R*x  0-0256x0-9262; 

the  corresponding  values  of  the  intensity  in  the  case  of 
the  full  aperture  being  tt^R^x  0-9464  and  tt^R*  x  0-8003 
respectively. 


XXVII.  Struts  and  Tie-Rods  with  Lateral  Loads. 
By  Professor  John  Perry,  D.Sc,  F.E.S.* 

I  THINK   that  this   subject  has   not  yet  been  taken  up  i 

scientifically;  yet  it  is  very  important.     The   practical  ! 

treatment  of  the  whole  subject  of  struts  is  in  a  very  unsatis-  j 

factory  condition  ;  and  it  is  mainly  due  to  this  that,  of  two 
bridges   designed    for   the    same   spans   and   loads,    by  two  i 

engineers,  one  has  sometimes  more  than  twice  the  weight  of  ' 

the  other  ;  and  in  all  probability  the  one  of  least  weight  is  in 
some  parts  very  much  too  strong,  and  in  other  parts  has  very 
little  strength  in  excess  of  what  is  absolutely  necessary.  I 

It  will  be  in  the  recollection  of  some  of  the  members  pre- 
sent that  Professor  Ayrton  and  I,  in  1886,  showed  why 
experiment  always  gave  a  breaking-load  for  a  strut  which  was  j 

less  than  that  which  results  from  Euler's  theory. 

A  strut  is  a  prismatic  body  of  homogeneous  material  sub- 
jected to  equal  and  opposite  crushing  forces  at  its  ends. 
Taking  its  length,  21 ;  the  least  moment  of  inertia  of  its  cross 
section  about  a  straight  line  through  its  centre  of  area,  I ; 
Young's  modulus  of  elasticity,  E  ;  fc  the  compressive  stress 
which  the  material  will  stand  :  then  for  a  strut  hinged  at  its 
ends  (that  is,  if  the  resultant  force  at  each  end  acts  at  the 

*  Communicated  bj  the  Physical  Society :  read  December  4, 1891. 
Phil.  Mag.  S.  5.  Vol.  33.  No.  202.  March  1892.  U 


Digitized  by 


Google 


270  Prof.  J.  Perry  on  Struts  and 

centre  of  the  end),  Euler's  theory  gives  the  breaking-load  as 
the  lesser  of  the  two  values 

iP  f \^) 

and  /,A (2) 

The  length  of  strut  for  which  these  two  answers  are  tlie 
same  is 


if  k  is  the  least  radius  of  g}Tation  of  the  section  about  a  line 
in  the  section  through  its  centre  of  gravity. 

Now  we  showed  that  want  of  homogeneity,  inaccuracy  of 
loading,  and  initial  want  of  straightness  in  the  strut  all  lead 
to  a  smaller  load  being  able  to  break  the  strut,  and,  indeed, 
that  an  initial  want  of  straightness  (the  assumption  of  an 
initial  deflexion  a  at  the  middle)  may  be  taken  to  represent 
all  three  kinds  of  discrepance.  We  showed  that  for  such  values 
of  /  as  make  the  two  answers  (1)  and  (2)  nearly  the  same,  a 
very  small  error  a  produces  very  great  discrepance — a  very 

freat  diminution  in  the  real  breaking-load  from  Euler  s 
reaking-load.  We  showed  that  when  a  strut  is  perfect  and 
perfectly  loaded,  there  is  no  deflexion  until  the  breaking-load 
is  reached ;  and  that  if  a  deflexion  be  artificially  produced, 
the  strut  will  straighten  itself  again,  whereas  in  the  imperfect 
strut  there  is  a  deflexion  which  increases  at  first  in  proportion 
to  the  load,  and  then  more  rapidly. 

Such  deflexions  had  been  observed  and  carefully  tabulated 
and  published  by  Mr.  Hodgkinson  and  Mr.  Edwin  Clarke,  but 
hitherto  no  use  had  been  made  of  them,  and  they  had  been 
regarded  as  unaccountable. 

We  pointed  out  that  the  error  a  in  carefully  made  and  care- 
fully loaded  struts  seems  roughly  to  follow  a  rule,  and  conse- 
quently that  without  making  the  unwarrantable  assumption 
which  has  hitherto  been  used  to  make  Gordon's  formula  appear 
to  be  a  rational  one,  we  had  a  right  to  look  upon  Gordon's 
formula  as  an  empirical  formula,  which,  being,  of  the  value  (2) 
for  short  struts  and  of  the  value  (1)  for  long  struts,  might  be 
taken  as  right  for  struts  of  any  length. 

Since  the  publication  of  our  paper  (*  The  Engineer/  Dec. 
10th,  1886)  I  have  been  in  the  habit  of  giving  to  students 
problems  on  struts  laterally  loaded  :  as  when  a  strut  lies  hori- 
zontally and  is  loaded  with  its  own  weight;  or  as  when  a  strut 
like  the  coupling-rod  of  a  locomotive,  or  any  connecting-rod, 
is  loaded  by  its  own  centrifugal  force. 
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In  this  paper  I  shall  first  give  the  general  solation  of  such 
problems  ;  and  it  will  include  the  old  problem  of  want  of 
straightness  of  the  strut  and  inaccuracy  of  loading. 

I  take  as  the  axis  of  x  the  straight  line  through  the  centres 
of  area  of  the  two  ends  of  a  strut.  The  origin  is  at  the  point 
of  bisection  of  this  line.  The  length  of  strut  is  21.  Systems 
of  forces  act  at  the  ends  such  that  their  resultants  are  two 
equal  and  opposite  pushing  forces  F  (or  pulling  forces  Fj)  in 
the  axis  of  x  together  wikh  certain  couples.  Thus  if  a  strut  is 
hinged  at  the  ends,  and  if  the  resultant  forces  do  not  act 
exactly  throngh  the  centres  of  area,  but  at  points  whose  dis- 
tances are  h  (measured  parallel  to  the  plane  in  which  bending 
is  most  likely  to  occur)  from  the  centre  of  area,  I  take  it  that 
there  are  couples  at  the  ends,  of  the  amounts  FA  or  —  FjA. 
Ag^n,  if  a  strut  is  fixed  at  an  end,  I  take  it  that  there  is  an 
end  couple  —  M^  or  —  Mj  whose  amount  will  be  determined  by 
given  conditions  of  lateral  loading  and  end  push  or  pull.  In 
this  case  M^  and  Mi  will  include  such  terms  as  FA.  I  can 
assume  that  the  strut  when  unloaded  is  not  quite  prismatic, 
tbe  ordinate  of  its  centre  line  being  y.  It  is  easy  to  make 
the  treatment  even  more  general  by  taking  the  initial  shape  a 
tortuous  curve,  and  by  considering  bending  as  taking  place  in 
various  planes  ;  but  for  nearly  all  practical  purposes  it  is  suf- 
ficient to  deal  with  one  plane  only. 

1  suppose  the  strut  to  have  a  lateral  loading  such  that  if  it 
were  a  beam  supported  merely  at  the  ends,  the  bending^ 
moment  would  be  ^(«)*. 

It  can  readily  be  shown  that  the  total  bending-moment  at 
any  section  of  a  strut  or  tie-rod,  if  —Mq  and  —Mi  are  the 
couples  at  its  ends^  is 

Fy  +  ^(^)-i(Mo+MO+^^-\.     .     .     (3) 

or  M  —  M 

-F^  +  ^(.r)-i(Mo  +  M,)+;r^«-^-^-^'-.  .     .     .     (4) 

*  If  the  strut  ifl  loaded  unifomaly  latemlly  with  a  total  load  W, 

If  the  strut  has  a  single  load  at  the  middle  there  is  a  discontinuity  in  tlie 
function  at  the  middle ;  but  we  may  put  it 

*(«)=iW(/-V?), 

the  minus  sign  being  taken  whether  x  is  positive  or  negative.  There  are 
easy  graphical  methods,  well  known  to  all  practical  engineers,  for  finding 
^(x)  for  any  system  of  lateral  loading  however  complicated. 
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The  curvature  being  always  small  is  +  -73,  and  we  take  the 

+  or  —  sign  according  to  the  sign  given  to  bending-moment, 
and  hence  we  have  generally  for  struts 


or 


and  for  tie-rods  we  have  merely  to  write  —  Fi  instead  of  F. 

I  shall  assume  for  the  present  that  EI  is  constant  every- 
where. 

Now  ff){x)  can  always  be  developed  in  a  Fourier's  series. 
But  it  will  sometimes  be  found  convenient  to  express  it  in  the 
form 

^(or)  =ao+rar+ ^^+ai  cos  ax-k-biBin  sx-\- 

flj  cos  iax  +  62  sin  2sx  +  &c.  +  ai  cos  isx + h  sin  tax + Ac., 

where  «■«  si- 
Terms  in  afiy  a!^y  &c.,  may  easily  be  taken  also. 
We  may  put  this  symbolically  as 

<l>{^)=aQ+rx  +  ta^  +  (ai,bifis).       ...     (6) 
Whatever  y^  may  be,  we  may  express  it  symbolically  as 

/=ao+(«*.A,w) (7) 

Hence  (5)  may  be  written : — 
For  struts : 

A  .!.„__««   .M„+Mi      X  (       Mq-MA 

-Ei**-(''^*+ii'''''^'+ii'  ")'  •  •  ^^^ 

and  for  tie-rods  we  have  the  same  equation,  if  —  F|  be  sub- 
stituted for  F. 

F 

Now  if  r?  be  written  instead  of  ^f  ^  *he  case  of  a  tAFlt^^ 

and  instead  of  ^4=  in  the  case  of  a  tie-rod,  we  have  the  fol- 
lowing solutions.  ^|J 
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For  a  Strut  :— 

EIy=Mco8rM?+N8mna?  +  Ao  +  ILi:  +  Ta:2  +  (A«,Bi,w),.(9) 
where  M  and  N  are  arbitrary  constants, 

^"  ;? ^W^' 

tr 

^* n*-tV    • 

«<--      „»_tV   * 
For  a  Tie-rod  :— 

Ety=M««+Nc-~+ Ao'+ R'j!+T'««+ (A<',  B/,  w),  .    (10) 
where 


>=\/li' 


EI' 
where  M  and  N  are  arbitrary  constants, 

2t  ^  ao-i(Mo+M,) 


•J* 


n«  2/n«    ' 


n 


s 


.  ,     orfflqELV 
^^"     n«  +  iV~* 

When  y  is  known,  the  greatest  value  of  the  bending- 
moment  is  known.  A  line  through  the  centre  of  a  section  at 
right  angles  to  the  plane  of  bending  is  always  called  the 
neutral  line  of  the  section,  even  in  cases  like  the  present  where 
the  name  is  a  little  misleading ;  and  if  Ze  and  zt  are  the  greatest 
distances  of  points  in  the  section  from  the  neutral  line,  on  the 
compressiye  and  on  the  tensile  sides  respectively,  and  if  fi  is 
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the  greatest  bending-moment,  then  in  struts,  if  A  is  the 
area  of  cross  section, 

^.-,+|=/„.. (11) 

P^-l=/r. (12) 

and  in  tie-rods, 

f--o-5=/„ (13) 

^«+5=A (1*) 

where  fe  and  /$  are  the  maximum  compressive  and  tensile 
stresses  to  which  any  part  of  the  strut  or  tie-rod  is  subjected. 
In  many  practical  cases  Zc=zt,  and  then  l/z^  is  called  Z,  the 
strength-modulus  of  the  section. 

We  can  therefore  find  the  strength  and  stiffness  of  any 
strut  of  uniform  section  fixed  or  free  at  either  or  both  ends 
when  loaded  laterally  in  any  way  whatever. 

When,  as  in  many  practical  cases,  it  is  allowable  to  take  an 
approximate  value  for  ^(o?),  and  especially  when  the  lateral 
loading  and  initial  shape  are  such  that  the  strut  is  symme- 
trical about  the  axis  of  y,  the  work  can  be  greatly  simplified 
by  not  introducing  such  terms  as  r  and  t  In  the  symmetrical 
cases  such  terms  as  bi  and  /3i  are  absent  from  the  expressions, 
and  Mq=M,.     If  the  ends  are  not  fixed,  Mo=Mi=  —FA. 

JLxamples. 

I.  A  uniform  straight  strut  has  a  lateral  load  W  uniformly 
distributed,  it  will  be  found  that  in  this  case  w^e  have 
very  nearly 

<^(.r)  =  iWZcos -^ (15) 

Then,  if  F  is  the  resultant  of  the  pushing  forces,  (8)  becomes 

Solving  this  by  the  rule  given  above  and  applying  the  con- 
ditions that  y=0  when  a;=l,  and  j^=0  when  a:=0,  it  is  easy 
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to  see  that  the  solution  becomes 

Mo  Mo  /  F  _^       iWl  w      ,,_, 

We  can  at  once  work  out  from  this,  cases  in  which  with  such 
a  lateral  loading  we  have  any  equal  couples  Mq  applied  at  the 
ends,  including  the  case  in  which  the  end  is  hinged,  but  the 
resultant  push  at  the  ends  is  applied  with  the  inaccuracy  A,  in 
which  case  —  Mo=F/f.     In  case  the  strut  is  fixed  at  the  ends 

we  apply  the  condition  ;r^=Oj  when  x=L     This  gives  us 

Mo=!:Wv^cot/./*: 

8(U-F)  V  EI 

It  is  not  instructive  to  pursue  this  example  unless  numerical 
values  are  taken  for  the  dimensions  of  the  strut  and  the 
loading  W.  If  the  strut  is  hinged  at  the  ends  and  h—0,  then 
Mo=0,  and 

As  this  is  a  simple  case,  common  in  practice,  I  will  work 
but  the  stresses. 

(18)  is  evidently  true  even  when  F=0.  The  deflexion  in 
the  middle  is 

y.=-^?^; (19) 

and  the  gi'eatest  bending-moment  fi  is 

/.==Fyi  +  iW/, 
or 

72" 


'-H^) 


(20) 


If  WsO  and  if  fi  has  any  value  whatever,  the  denominator 
must  be  0.  Putting  it  equal  to  0,  we  have  Euler's  law  for 
the  strength  of  struSt  which  are  so  long  that  they  bend  before 
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breaking.     If  Baler's  value  of  F  be  called  U, 


U=^ (21) 

Using  this  as  a  symbol,  (20)  becomes 

^=iW/u5j,;    ....      (22) 

and  we  can  at  once  apply  (11)  and  (12)  to  find  the  greatest 

compressive  and  tensile  stresses  in  the  strut.     Then,  writing 

TT  F 

-J   as  /8,  and  —  as  cd,  we  see  that  if/ is  the  compressive  stress 

which  the  material  will  bear, 

('-7Xi-i)=i <^') 

From  this,  if  we  are  given  the  dimensions  of  the  strut  and 
/  and  W,  it  is  easy  to  calculate  (o.  The  solution  of  the 
quadratic  is 

2«=/+;8-V^(/+y8)»  +  (^'-4/)^,   .  .  (24) 

the  minus  sign  being  taken  because  a>  is  evidently  less  than/ 
and  less  than  fi. 

Coupling^Rods. — Starting  from  this  result,  my  students 
,  have  for  several  years  worked  out  the  relative  breadths  and 
thicknesses  of  the  sections  of  coupling-rods  and  connecting- 
rods  of  engines,  which  are  struts  whose  lateral  loads  are  due 
mainly  to  centrifugal  force. 

Every  point  in  a  coupling-rod  describes  a  circle  of  radius  r 
inches.  If  the  section  is,  say,  rectangular  (an  elliptic  section 
is  just  as  easy  to  deal  with)  of  dimensions  d  in  tne  plane  of 
motion  and  h  at  right  angles  to  the  plane  of  motion ;  taking 
the  whole  mass  as  2Z6ax*28  divided  by  32*2  ;  the  centri- 
fugal force 

^  "62940^^^' '^*" 

if  the  rod  makes  n  revolutions  per  minute. 

In  one  direction  a  coupling-rod  is  a  strut  hinged  at  the 
ends,  and  the  thrust  per  square  inch  that  it  can  receive,  as- 
suming that  it  is  properly  made,  is  to  be  the  same  as  the  thrust 
which  it  will  stand  in  the  other  direction.  In  the  first  direc- 
tion it  has  lateral  loading  due  to  centrifugal  force. 
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Now  it  might  be  supposed  that  in  the  second  direction  the 
strut  is  as  if  fixed  at  the  ends  ;  but  the  pins  are  very  short, 
and  the  resultant  load  is  certainly  not  applied  axially,  and  it 
is  safer  to  assume  that  in  this  direction  also  the  strut  is  as  if 
hinged  at  the  ends.  I  assume  this,  although  perhaps  from 
the  possibility  of  accidental  untrue  loading  we  ought  to  go 
farther  in  this  safe  direction  and  assume  that  the  strength  of  the 
strut  is  less.  Assuming  it  hinged  also  in  the  second  direction, 
however,  the  thrust  per  square  inch  which  it  can  receive  is 

Ell  /»  A^i  ^^^  J^  ^^^^  case  I,  =  Y^- ;  so  that,  if  E =3  x  10^ 

o>=6-17^j  xlO«. 

This  is  the  value  to  use  in  formula  (23). 

Taking  /  for  the  steel  used  as  20,000  lb.  per  square  inch, 
being  the  proof  stress  which  the  material  will  stand  for  an 
infinite  number  of  reversals  of  stress,  we  find  for  equal 
strength  in  the  two  directions,  applying  (23),  that 

8-4  X  10s(l  -  308  ^Vl  -  ^^  j  =  nVr/rf. 

Thus,  for  example,  if  i=l,  and  Z=30,  and  r=12,  we  have 
the  following  tables : — 


If  6=1. 


If  6  =  1-5. 


d. 

n. 

1 

0 

1-5 

205 

2 

277 

2-5 

327 

3 

368 

4 

437 

6 

545 

d. 

n. 

1-5 

0 

2 

125 

2-5 

170 

3 

202 

4 

249 

6 

318 

10 

440 

To  illustrate  these  results.  On  a  certain  locomotive  engine 
the  coupling-rods  are  68  inches  long  or  Z=34",  rf=3i,  5= If 
r=12. 

Now  it  will  be  found  that  this  rod  is  equally  strong  in  the 
two  directions  if  n=298  revolutions  per  minute.  The  limit 
of  speed  which  has  practically  been  settled  for  the  engine  bv 
the  breaking  of  similar  coupling-rods  is  258  revolutions  per 
minute. 
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Without  trying  to  make  a  rod  equally  strong  to  resist 
bending  in  the  two  directions,  it  is  interesting  to  consider  the 
F  or  rather  cu  which  a  coupling-rod  will  stand  when  revolving 
at  n  revolutions  per  minute. 

Using  (24)  and  taking 

E_3xl0'    W/__JW 
1U-6X10,   -^-j^^^^, 

)8=6'17  X 10^  j^  ,  so  that  w  does  not  depend  upon  b. 

If  ?:=30  and  r=12,  and  /=20,000,  we  find  for  various 
values  of  d  and  n  the  following  values  of  co  : — 


Values  of 

71. 


0 

100 
200 
300 
850 
394 
400 
460 
463 
600 
567 


tal 

0) 

a> 

if  rf=2. 

if(i=3. 

ifii=4. 

20000 

20000 

20000 

16720 

18810 

19090 

11760 

15465 

16930 

6505 

10(>90 

13400 

2615 

7880 

11160 

0 

5070 

8800 

2045 

6150 



0 

3400 
0 

Taking  as  before  /=30  and  r=12,  but  now /=  10,000,  we 
find :— 


Values  of 

a> 

w 

(U 

n. 

ifrf=2. 

ifrf==3. 

ifdT=4. 

0 

10000 

10000 

10000 

100 

8166 

8995 

9500 

200 

397(J 

6185 

8450 

250 

1490 

4240 

279 

0 

300 

2010 

4200 

340 

0 

350 

2050 

394 

0 

It  is  quite  easy  to  make  similar  calculations  on  sections 
of  I  shape.  Rods  of  this  section  may  be  made  equally 
strong  to  resist  bending  in  the  two  directions,  at  much 
higher  speeds  than  are  possible  in  the  case  of  the  rectangular 
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section.     The  elliptic  section  is  not  so  good  as  the  rectangular, 
and  the  I  section  is  better  than  either. 

II.  A  nniform  straight  tie-rod  has  a  lateral  total  load  W 
uniformly  distribated.  The  resultant  of  palling  forces 
at  the  ends  is  F^  and  passes  exactly  through  the  centres 
of  the  ends  ;  (8)  becomes 


Using  n*  for  ^, 


,=M^+N.-«-i+_-4-       .     (26) 

Applying  the  conditions  y=0  when  x=ly  and  ;p=0  when 
ar=0,  we  find 


1/r      r        .       —         -^         iW/ cos  7.70? 

If  we  sappose  that  no  couples  are  applied  at  the  ends,  or 
Mo=0, 

iW/cosJx 
y=  — ,  — (28) 

This  is  identical  with  (18)  if  Fi=-F.  So  that  in  this 
simple  case  we  can  use  the  same  expression  for  the  shape, 
whether  the  bar  is  a  stmt  or  a  tie-rod. 

In  the  case  of  a  strut, 

\m  u      F_  ,  . 

\m  u      F_ 
-z""[r=F~A=-^'' (^^ 

and  by  taking  F  in  the  expressions  negative,  we  find  /«  and 
ft  in  a  tie-rod. 
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A  nnmerical  example  will  illustrate  these  formolse.  I  will 
take  a  round  rod  of  mild  steel  lying  in  a  horizontal  position, 
so  that  it  is  loaded  laterally  by  its  own  weight,  dimensions 
being  in  inches.  If  d  is  its  diameter,  the  weight  of  1  cubic 
inch  of  material  is  0-28  lb.  and  E=3x  10^ 

^=^   -^    2=^,    U=3-6xl0.^, 

3'6xlO«^-F      |d» 

the  plu8  sign  being  taken  in  calcakting  /«  and  the  minus  in 
calculating /(.    A&o 

•lid*/* 

y»= ^i • 

3-6xlO«^-F 


Take  d=l  inch,  Z=60  inches, 
4-03  X  10* 


396 


From  this  I  have  calculated  the  following  table.  The 
negative  values  of  F  indicate  that  instead  of  a  strut  we  have 
a  tie. 


F. 

A 

ft. 

yv 

1000 

00 

CO 

oo 

900 

41446 

39164 

3-96 

800 

21168 

19132 

1-98 

700 

14324 

12542 

1-32 

500 

8697 

7423 

0-792 

300 

6648 

4866 

0-566 

100 

4605 

4351 

0-440 

0 

4030 

4030 

0-396 

-  100 

3537 

3791 

0-360 

-  300 

2718 

3482 

0-306 

-  600 

2031 

3323 

0-264 

-  700 

1479 

3261 

0-233 

-  900 

976 

3267 

0-208 

-1200 

304 

3360 

0-180 

-1348 

0 

3432 

0169 

We  see,  then,  that  a  comparatively  small  thrust  F  produces 
excessive  stress  in  the  strut  and  great  deflexion  t/i. 
We  see  also  that  a  tensile  force  Fi  of  900  lb.  halves  the 
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deflexion  of  the  nnpulled  beam,  and  not  only  reduces  the 
compressive  stress  to  less  than  a  quarter  of  its  old  amount, 
but  it  has  also  reduced  the  tensile  stress  by  nearly  20  per 
cent.  And  a  tensile  load  Fi  of  1348  lb.  completely  destroys 
all  compressive  stress  in  the  strut,  whilst  reducing  the  greatest 
tensile  stress  of  the  unpuUed  strut  by  15  per  cent. 

In  fact  when  a  beam  is  very  long,  pulling  out  its  ends  may 
reduce  the  compressive  stress  in  it  to  nothing,  whilst  also 
reducing  the  tensile  stress.  A  longer  or  smaller  beam  than 
that  which  I  have  taken  will  illustrate  this  matter  even  better. 

The  tension  F,  which  will  make  ft  a  minimum  is 


^'-\/i^^)-^' 


AW/ 
and  when  -j^-  ^s  so  small  as  U  then  the  unpuUed  beam  itself 

has  the  minimum  tensile  stress. 

AW/ . 
If     y    is  less  than  U  it  requires  a  pushing  force  F  to  give 

the  minimum  tensile  stress. 

In  all  cases  there  is,  of  course,  a  pulling  force  Fi  which 
will  cause  the  beam  to  have  no  compressive  stress  in  it. 
In  some  cases  there  is  a  pushing  force  F  which  will  cause 
the  beam  to  have  no  tensile  stress  in  it^  but  this  can  only  be 
the  case  when 

U  is  not  less  than   —y-. 

In  this  case,  a  beam  to  carry  lateral  load  may  be  built  up 
of  separate  blocks  of  material  which  have  just  sufBcient 
friction  to  prevent  slipping  due  to  shearing  forces  at  the 
joints.  It  is  a  case  which  may  be  treated  graphically  by 
Professor  Fuller's  Method,  as  the  change  of  shape  is  small. 

It  will  be  seen  from  the  above  simple  example  that  very 
instructive  numerical  problems  may  Tbe  given.  Thus  if, 
instead  of  the  lateral  loading,  we  have  merely  couples,  —  Mq 
or  wi,  applied  to  the  ends  of  a  strut,  we  use  W  =  0  in  (17). 

When  a?=0  we  have  the  greatest  value  of  yi,  or 


l'^^\/m    ) 


Also  ¥yi  +  m=fi  the  greatest  bending-moment  in  the  strut 
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/*= 


cosZ 


\/ii 


/.= 


Zcos2 


V 


//=■ 


m 


ZcosZ 


\/m 


-  +^ 

T      A' 
El 


F 
A* 


Taking  for  numerical  example  a  round  bar  of  steel  as 
before,  and  taking  d=l  inch,  i=48  inches,  and  writing  the 
angle  in  degrees  to  simplify  calculation,  we  have 


/.  or/,  = 


10-2m 

cos  2'2G7 


^'"F{eos2-2G7  vf'^i' 

If    F=0,    /.or/,=10-2m,    ,y,=.J^'*j  or  7-821  X  10-*m, 

Euler's  strength  or  U  for  this  strut  is  1577  lb.  It  is 
evidently  obtainable  by  putting  the  quantity  inside  the 
bracket  equal  to  infinity. 

First  take  F  =  1 500  lb.     Then 


yi=(^'     2-2G7>/F=87°-80, 


fc  or  ft= 

:266m  ±1910. 



—  -  • 

fe  orjt. 

m. 

fc- 

ft- 

.Vi- 

if  F=0. 

0 

1910 

-1910 

0 

0 

1 

2176 

-1644 

0167 

10-2 

2 

2442 

-1378 

•0333 

20-4 

3 

2708 

-1112 

•05(X) 

30-6 

5 

3240 

-  580 

•0833 

510 

7-18 

3820 

0 

•1197 

73-2 

10 

4570 

nm 

•1667 

102 

20 

7230 

3410 

•3a33 

204 

80 

28190 

19370 

1-333 

816 

So  that  an  endlong  load  only  sufficient  by  itself  to  produce 
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a  stress  of  1910  lb.  per  sq.  inch  and  a  bending-moment  which 
by  itself  would  only  produce  a  stress  of  816  lb.  per  sq.  inch, 
ii  both  act  together,  produce  a  stress  of  23190  lb.  per  sq.  inch. 
In  fact,  the  stress  due  to  m  alone  is  intensified  more  than  26 
times. 

Similarly  with  an  endlong  thrust  of  1400  lb.  the  stress  due 
to  the  lateral  bending-moment  m  is  intensified  11*04  times. 
With  an  endlong  thrust  of  1000  lb.  the  stress  due  to  m  is 
intensified  3*185  times.  With  an  endlong  thrust  of  500  lb. 
the  stress  due  to  w  is  intensified  1*58  times. 

It  is  obvious  that  in  any  strut  the  stress  due  to  m,  a  lateral 
bending-moment,  is  more  and  more  intensified  as  F  approaches 
Euler's  load  U.  And  if  m  is  due  to  an  inaccuracy  of  loading, 
A,  the  efifect  becomes  four  times  as  noticeable  in  struts  of 
half  the  length. 

From  the  above  example  one  sees  that  it  was  quite  possible 
for  a  strong  man  like  Samson  to  exert  a  sufficient  lateral 
force  to  produce  fracture  in  the  columns  of  the  temple  at  Gaza. 

Professor  Fuller's  graphical  method  of  dealing  with  a 
metal  arched  rib  is  not  applicable  to  struts  unless  we  assume 
F^=0,  and  this  is  of  course  a  very  wrong  assumption.  For 
the  same  reason,  the  graphical  method  cannot  be  applied  to 
very  flat  arches,  because  it  assumes  that  we  know  the  shape 
of  the  loaded  arch.  If  Professor  Fuller's  method  were 
applicable,  we  could  at  once  deal  graphically  with  a  strut  of 
varying  section.  This  case  does  not  usually  need  to  be  solved 
in  practice,  but  if  it  must  be  solved  the  following  method 
will  do. 

1st.  Assume  that  EI  is  constant  and  of  its  average  value, 
and  obtain  the  shape  of  the  strut  as  in  (10). 

■p 

2nd.  Use  this  value  of  y  in  the  term  y^y  of  (8)  ;   and  use 

the  proper  value  of  I  expressed  as  a  function  of  ^,  and 
then  by  mere  integration  of  (8)  find  the  more  correct  value 
ofy. 

By  repeating  this  process  we  can  obtain  y  more  and  more 
accurately. 

Problem, 

When  a  strut  is  loaded  laterally  (say  uniformly),  say  that  it 
is  hinged  at  the  ends  ;  it  is  possible  by  applying  the  endlong 
thrust  F  untruly,  that  is  making  the  resultant  thrust  pass 
through  a  point  h  inches  from  the  centre  of  each  end,  to  give 
such  a  value  to  h  as  will  enable  the  strut  to  withstand  a 
maximum  load  F.     In  this  case  it  is  obvious  that  the  greatest 
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compressive  stresses  are  : — 

at  the  ends,     /=  ^  (|  +  j)  5 
at  the  middle,  /=  j  +  ^  TjITf 


FA 


The  problem  to  find  for  a  riven  strut  and  given  maximum 
stress  /  the  value  of  h  which  will  cause  F  to  be  a  maximum 
is  easily  worked  out  if  a  numerical  example  be  taken. 

It  is  obvious  from  this  and  from  other  examples  that  may 
be  taken,  that  whether  a  strut  is  loaded  laterally  or  is  imper- 
fectlv  straight  or  has  other  faults  which  would  cause  it  to 
break  with  a  load  F  smaller  than  U  and/A,  it  is  always  possible 
to  adjust  the  loading  so  that  F  may  be  increased.  Tnus  if  a 
strut  is  being  tested  and  if  for  small  loads  we  find  that  it 
defiects,  the  load  ought  to  be  readjusted  in  such  a  way  that 
its  application  produces  the  minimum  deflexion  ;  and  now  if 
the  load  is  increased  we  shall  find  that  the  strut  breaks  with 
a  much  greater  load  than  if  we  had  not  adjusted  the  method 
of  its  application.  This  adjustment  of  the  method  of  loading 
ought  to  be  applied  also  in  the  building  of  structures. 

It  will  be  seen  that  I  have  merely  touched  on  a  few  of  the 
many  very  interesting  problems  on  structures  to  which  the 
general  treatment  (3)  to  (30)  may  be  applied.  The  lateral 
load  required  to  prevent  a  straight  strut  from  bending  and  to 
cause  its  breaking-thrust  to  be  /A  is  evidently  small.  We 
can  assume,  however,  an  initial  want  of  straightness  or  an 
accidental  deflexion,  and  so  find  how  very,  slight  need  be  the 
diagonal  bracing  in  the  large  struts  used  in  bridge-building. 

I  have  to  thank  Messrs.  Field  and  Clinton,  of  the  Finsbury 
College,  for  checking  the  mathematical  work  in  this  paper. 


XXVIII.   The  Hypothetical  Tetrachloride  of  Manganese. 
By  Spencer  Umfrbville  Pickering,  F.R.S.* 

IN  a  paper  read  before  the  Chemical  Society  in  April,  1890, 
Mr.  H.  M.  Vernon  adduced  some  evidence  which  appa- 
rently he  considered  to  be  adverse  to  my  conclusion  that  the 
higher  chloride  of  manganese  was  MusCl^,  and  not  MnCl^  ; 
and  at  the  same  time  he  attempted  to  demolish  the  evidcDce 
on  which  my  original  conclusions  were  based,  although  he  did 
not  in  any  way  question  the  validity  of  the  objections  which 

*  Communicated  by  the  Author. 
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I  raised  against  those  argnments  whieh  had  previously  been 
used  to  support  this  formula  (see  Chem.  Soc.  Trans.  1878, 
p.  409).  Mr.  Vernon's  paper  has  recently  appeared  in  exteneo 
in  this  Magazine  (vol.  xxxi.  p.  439). 

The  evidence  adduced  by  me  (Chem.  Soc.  Trans.  1879, 
p.  654)  in  favour  of  the  formula  Mn^Cle  was  : — 

1.  That  the  dissolution  of  manganese  dioxide  in  hydrochloric 
acid  results  in  the  (almost)  immediate  liberation  of  two 
atoms  of  free  chlorine  for  every  two  of  loosely  combined 
chlorine  present  in  the  higher  chloride  formed,  according  to 
the  equation 

2Mn08  +  8Ha=Mn3Cle  +  Cl8+4HaO,   ...    (1) 

instead  of  resulting  in  the  liberation  of  no  free  chlorine,  as 
might  be  the  case  if  the  tetrachloride  were  formed: 

2Mn02  +  8HCl=2MnCl4+4H,0.     ...     (2) 

This  fact  was  established  by  finding  that  of  the  total  available 
(i.^.  free  +  loosely  combined),  chlorine  present,  one  half 
might  be  removed  jfrom  the  liquid  very  quickly  (in  about  half 
an  hour)  by  a  rapid  current  of  air,  whereas  many  days  are 
required  to  remove  the  remaining  half  in  the  same  way,  this 
second  half  being  evidently  present  not  as  free  chlorine,  but 
as  the  result  of  the  gradual  decomposition  of  the  higher 
chloride: 

Mn801e=2MnCl,H-Cl8. 

2.  That  although  a  lowering  of  temperature  increases  the 
Btability  of  the  higher  chloride,  the  amount  formed  tends 
towards  a  limit  which  no  further  lowering  of  temperature  will 
modify,  this  limit  being  that  at  which  every  two  atoms  of 
manganese  present  as  the  higher  chloride  retain  2  and  not 
4  atoms  of  loosely  combined  chlorine, 

Mn,Cl4,Cl2,  not  MnjCUjCl^. 

The  amount  of  loosely  combined  chlorine  was  estimated  by 
decomposing  the  higher  chloride  with  excess  of  water :  if 
MnCl^  were  formed,  the  whole  of  the  dioxide  taken  might  be 
recovered, 


2Mn03+8HCl=2MnCl4+4H,0 
2MnC!l4  +  4H3O = 2MnO,  +  8HC1 


};    .    -(3) 
P/ttZ.  Mag.  S.  5.  Vol.  33.  No.  202.  March  1892.  X 
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whereas  if  DlnsOle  were  formed^  only  50  per  cent,  of  it  could 
be  recovered, 

2MnO,  +  8HC1 = Mn,Cle + 01, + 4H,0       | 

Mn,Cle  +  2H,0=MnO,  +  MnCls*+4HCl/'    *     ^*^ 

The  maximnm  amount  recovered  was  47  per  cent,  at  —20^, 
the  results  plotted  against  temperature  being  represented  by 
a  curve  which  had  at  this  point  become  neany  parallel  to  the 
axis. 

3.  That  the  amount  of  higher  chloride  formed  may  be 
very  materiallv  increased  by  adding  a  small  quantity  of 
manganous  chloride  to  the  acid  used  to  dissolve  the  dioxide  ; 
this  might  be  the  case  if  the  higher  chloride  were  MosCIa^ 

MnO, + 4HC1  +  MnClj = MnjCle  +  2H2O, 

but  could  not  be  the  case  if  the  higher  chloride  were  MnCl^. 
One  molecular  proportion  of  the  manganous  chloride  increased 
the  amount  of  higher  chloride  from  45  to  80  per  cent.,  and 
there  was  a  very  marked  change  of  curvature  at  this  point,  it 
requiring  another  4  molecules  of  the  manganous  chloride  to 
increase  the  amount  of  higher  chloride  by  another  15  per  cent. 

4.  That  the  sesquioxide  will  dissolve  in  hydrochloric  acid 
with  practically  no  evolution  of  free  chlorine,  and  that  nearly 
the  wnole  of  tne  available  oxygen  which  the  former  contains 
may  be  recovered  when  the  action  is  reversed  by  decomposing 
the  solution  with  excess  of  water. 

MnA  H-6HCl=Mn,Cl«+3H,0  ^ 

Mn,Cle+3H,0=MnA +6HCir    '     '    ^^^ 

With  one  exception,  which  may  be  easily  explained,  Mr. 
Vernon's  experiments  add  confirmation  to  all  these  results. 
I  proceed  to  take  them  seriatim, 

1.  Tlie  first  half  of  the  available  chlorine  is  evolved  much 
more  rapidly  than  the  second  half  On  p.  476  of  Mr.  Vemon*s 
paper  we  find  several  determinations  at  comparatively  high 
temperatures.  In  one  of  them,  for  instance  (that  at  75  ), 
*^  more  than  half  the  gas  comes  off  in  the  first  minute,"  the 
other  half  requiring  3U  minutes  for  its  evolution.  At  lower 
temperatures  (18®),  the  only  experiment  which  was  made  to 
ascertain  whether  the  rates  at  which  the  two  halves  of  the 
chlorine  were  evolved  were  different  (Experiment  I.  p.  473) 
showed  that  a  current  of  air  carried  ofP  45*9  per  cent,  in  the 
first  hour,  and  only  24*5  per  cent,  more  in  the  next  three 

*  Or  a  correspondiiig  amount  of  MnO. 
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honrs.  Thus  mj  above-fitated  conclusion  is  confirmed,  nor 
does  Mr.  Vernon  attempt  to  investigate  the  question  farther 
by  obtaining  sn£Bcient  details  for  determining  whether  the 
rates  of  evomtion  at  different  points  may  be  represented  by  a 
uniform  curve  or  not :  it  is  only  in  the  experiment  last 
referred  to  that  he  gives  any  details  at  all,  and  those  given 
here  are  altogether  insufficient  for  the  purpose — only  3  values 
for  the  rates. 

»  Experiments  II.  and  III.,  pp.  473, 474,  were  determinations 
of  the  amount  of  chlorine  carried  away  in  two  hours  by  a 
current  of  air  when  the  liquid  was  kept  at  —14°,  —  6**,  and 
—26°  respectively.  At  the  lowest  of  these  temperatures  1*8 
per  cent,  only  of  the  available  chlorine  was  removed,  and  the 
smallness  of  this  amount  shows  "  conclusivelv/'  according  to 
Mr.  Vernon,  "  that  when  manganese  dioxide  dissolves  in 
hydrochloric  acid,  manganese  tetrachloride  and  no  free  chlorine 
are  originally  formed."  As  this  conclusion,  however^  is 
directly  opposed  to  that  which  Mr.  Vernon  is  obliged  to  draw 
from  some  subsequent  experiments,  there  must  be  some  error 
either  in  the  presenter  in  these  subsequent  experiments.  The 
present  ones  are,  no  doubt,  at  fault.  We  learn  from  Mr. 
Vernon  that  even  at  the  highest  of  these  three  temperatures, 
1—6°,  and  after  the  current  of  air  had  been  bubbled  through 
the  liquid  for  two  hours,  a  considerable  portion  of  the  man- 

rese  dioxide  was  still  undissolved,  and  had  to  be  separated 
filtration  through  a  filter-paper  and  estimated;  pre- 
sumably this  was  done  in  the  experiment  at  —26°  also.  Now 
Mr.  Vernon's  original  paper,  when  read  before  the  Chemical 
Society,  contained  an  account  of  an  experiment  precisely 
similar  to  the  one  at  —26°  here  given,  except  that  in  it  the 
precaution  of  estimating  the  undissolved  dioxide  was  not 
taken,  and  the  chlorine  removed  was  then  found  to  be  only 
0*35  per  cent,  of  the  total  which  might  have  been  obtained, 
whereas  here  it  is  1*8  per  cent,  of  uie  total  obtainable  from 
that  portion  which  was  dissolved,  so  that  less  than  ^  of  the 
dioxide  taken  had  been  dissolved  :  presumably  again  (for  Mr. 
Vernon  is  very  chary  of  details)  about  3  grams  of  an  oxide 
having  the  composition  given  on  p.  473  were  taken,  and  if 
this  be  so,  a  simple  calculation  will  show  that  the  observed 
1*8  per  cent,  of  chlorine  would  become  converted  into  50  per 
cent,  (the  value  which  we  ought  to  get  if  the  higher  chloride 
were  Mn^Gle,  see  equation  4)  if  only  '027  gram  of  the 
dioxide  had  got  into  tne  filtrate  accidentaUy.  The  filtration 
of  a  strongly  acid  liquid  through  filter-paper  is  often  not 
very  satisfactory,  and  this  small  amount  might  easily  have 
passed  through  unsuspected  in  the  dark  liquid,  but  a  still 
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simpler  explanation  is  that  it  had  dissolved  during  the  filtra- 
tion and  after  the  estimation  of  the  evolyed  chlorine,  especially 
as  no  precautions  whatever  were  taken  to  keep  the  liquid  at 
—26^  while  heing  filtered,  and  as  (according  to  Mr.  Vernon 
himself)  the  solubility  of  tibe  dioxide  increases  rapidly  with  a 
rise  of  temperature.  Some  error  of  unknown  magnitude 
must,  at  any  rate,  have  been  introduced  in  this  way,  and 
would  render  the  results  entirely  untrustworthy,  yet  on  these 
results,  although  opposed  to  his  subsequent  experiments, 
Mr.  Yemen's  sole  argument  against  the  higher  chloride  being 
Mn^Cl^  depends. 

2.  The  greaJtest  amount  of  available  oxygen  obtained  by  <fc- 
composing  the  higher  chloride  by  water  is  50  per  cent,  of  that 
present  in  the  dioxide  taken  (see  equation  4).  If  the  dioxide 
contains  any  protoxide  the  amount  recoverable  will  be  in- 
creased, one  gram  molecule  increasing  it  to  100  per  cent, 
(equation  5^.  The  sample  used  by  me  contained  a  little 
monoxide,  ror  the  presence  of  which  due  allowance  was  made 
(although  Mr.  Vernon  concludes  otherwise);  and  Mr.  Vernon, 
therefore,  made  some  experiments  ^'to   see  if  it  were  not 

Sossible  to  recover  more  than  this  (50)  percentage  when  pure 
ioxide  was  used."  Unfortunately,  however,  he  nas  forgotten 
to  say  anything  about  the  results  of  these  experiments,  and, 
more  unfortunately  still,  in  those  experiments  with  impure 
oxides  which  he  does  quote  he  has  forgotten  to  make  any 
allowance  for  the  impurity  (protoxide)  which  they  contained. 
Making  this  correction  for  him,  his  results  are  as  follows  : — 
I.  II.  in. 

r-— ^ N      r—^ . 

at  6°.    at-.9*>.         at  18°.  at  18°. 

51-4     51-0      45-4  46-1      47-6  per  cent,  of  the  dioxide 

recovered. 

The  numbers  scarcely  warrant  the  conclusion  that  ^^  instead 
of  the  amount  of  dioxide  recovered  being  always  slightly 
below  fifty  per  cent,  it  is  always  slightly  above  it."  It  is 
only  above  it  in  one  case  ;  and  tnen  by  such  a  small  amount 
that  it  is  entirely  insignificant  in  experiments  depending  on 
the  results  of  two  rather  difficult  analyses,  especially  as  Mr. 
Vernon  gives  the  results  of  but  one  analysis  in  the  whole  of 
his  paper,  affording  us,  therefore,  no  data  from  which  to  judge 
of  the  magnitude  of  his  experimental  error.  It  is  interesting 
to  note  that  Mr.  Vernon's  results  in  experiment  I.  confirm  my 
own  conclusion  that  a  reduction  of  temperature  below  about 
6°  causes  no  appreciable  increase  in  the  dioxide  recovered. 

Mr.  Vomon  having  concluded  that  a  little  over,  but  not 
much  over,  50  per  cent,  may  be  recovered,  naturally  finds 
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some  difficulty  in  reconciling  this  with  the  snpposed  results 
of  his  previous -experiments,  which,  he  thought,  showed  that 
"  the  tetrachloride  and  no  free  chlorine  are  originally  formed," 
and  that  at  low  temperatures  the  tetrachloride  is  scarcely 
decomposed  after  two  nours,  in  which  case,  of  course,  100  per 
cent,  of  the  dioxide  taken  would  be  recoverable.  His  expe- 
dient for  reconciling  these  results  may  be  ingenious,  but  will, 
I  fear,  scarcely  commend  itself  to  scientific  men.  It  is  that 
'^  at  no  temperature  will  the  number  of  molecules  of  MnCli 
be  much  greater  than  half  of  the  maximum  possible,  the 
other  half  being  split  up  into  manganous  chloride  and  cUoms 
of  chlorine,  and  that  these  atoms  of  chlorine  at  ordinary 
temperatures  unite  to  form  molecules  and  are  liberated  as 
such,  whereas  at  low  temperatures  they  are  sufficiently  accom- 
modating as  to  ^^  come  less  often  into  the  positions  necessary 
for  them  in  order  that  they  may  unite  together,''  and  hence 
they  remain  in  the  liquid  as  free  atoms  I  Mr.  Yernon  does 
not  see  that,  even  if  such  a  specious  hypothesis  could  be 
accepted,  it  entirely  cuts  the  ground  from  under  his  feet. 
His  argument  that  the  higher  chloiide  is  MnCl^  depends  on 
all  the  chlorine  liberated  by  the  dioxide  remaining  combined 
with  the  manganese.  If  he  invents  a  method  for  retaining 
some  of  it  in  the  liquid  without  its  being  combined  vrith  the 
manganese,  what  proof  has  he  of  any  particular  formula  at  all 
for  the  higher  chloride  ? 

3.  T/iat  the  amount  of  Mglier  chloride  formed  is  largely 
increased  by  dissolving  the  dioxide  in  the  presence  of  a  mole4mlar 
proportion  of  a  manganous  chloride.  Ihe  amount  which  I 
found,  as  mentioned  above,  was  nearly  doubled  by  the 
addition  of  one  molecular  proportion,  the  rate  of  increase 
being  represented  by  a  line  "which  differed  little  from  a 
straight  line''  up  to  about  this  point,  after  which  it  dimi- 
nished very  rapidly.  Mr.  Vernon  concludes,  as  in  the  former 
case,  that  I  did  not  make  allowance  for  the  protoxide  con- 
tained in  the  dioxide  taken,  and  that  therefore  the  change  of 
curvature  did  not  occur  when  1,  but  when  1 '132  molecules  of 
manganous  chloride  had  been  added.  Why  he  should  draw 
such  a  conclusion  it  is  impossible  to  say*,  for  I  stated  on 
p.  657  that  "  the  9  per  cent,  of  protoxide  which  the  sample  of 
oxide  used  by  me  contained  was  allowed  for  in  calculating 
out  the  results  wherever  necessary ;"  and  I  find,  on  reference 
to  my  laboratory  note-book,  that  this  allowance  was  duly 
made  in  the  present  case.  Even  had  it  not  been,  this  would 
not  have  weaKened  my  argument,  for  with  such  determina- 

*  Unlefle  it  is  that  a  point  is  inserted  in  my  diagram  at  the  zero-point, 
which  is  obviously  incorrect. 
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tions  it  was  not  possible  to  locate  the  point  at  which  the 
change  of  curvature  occurred  within  about  '1  molecule. 

Referring  to  the  straightness  of  my  curve  up  to  the 
addition  of  one  molecule  of  manganous  cnloride,  Mr.  Yemon 
remarks  that  ^'  it  can  be  shown  mathematically  that  the  form 
of  the  curve  up  to  the  addition  of  one  molecule  of  MnCl^  will 
not  be  a  straight  line."  Had  Mr.  Yemon  but  favoured  us 
with  the  mathematics  of  this  very  complicated  reaction,  he 
would  have  conferred  a  benefit  on  science  and  put  its  ablest 
representatives  into  the  shade. 

The  increase  in  the  amount  of  the  higher  chloride  Mr. 
Yernon  attempts  to  explain  by  the  latter  being  a  dissociation- 
product  of  MnCl4;  and,  after  reproducing  an  elementary 
text-book  eaposS  of  how  the  presence  of  excess  of  dissocia- 
tion-products will  reduce  the  amount  of  substance  dissociated, 
concludes  that  "  if,  therefore,  a  large  excess  of  MnCl^  is 
present''  there  will  be  "much  less  decomposition."  But  he 
forgets  that  my  results  show  that  it  does  not  require  a  large 
eacesSj  but  only  one  molecular  proportion  of  manganous 
chloride  to  increase  the  higher  chloride  present  to  double 
its  former  amount,  and  that  a  large  excess  in  addition  to  this 
has  but  a  small  additional  effect  on  the  results.  In  order, 
however,  to  remove  the  least  chance  of  his  explanation  being 
accepted,  Mr.  Yernon  proceeds  to  show  by  experiment  that 
the  presence  of  dissociation-products — or  at  any  rate  of  the 
other  dissociation-product,  the  chlorine — has  no  appreciable 
effect  on  increasing  the  amount  of  the  higher  chloride. 

4.  Manganese  sesquioxide  dissolves  in  hydrochloric  add 
withovJt  tJie  liberation  of  any  free  chlorine,  and  nearly  the  whole 
of  the  available  oxygen  in  it  can  be  removed  on  decomposing  the 
solution  with  water.     Mr.  Yernon  confirms  this,  p.  483. 

Thus  it  will  be  seen  that  the  only  tittle  of  the  evidence 
adduced  by  Mr.  Yernon  which  migfit  at  first  sight  appear  to 
militate  against  my  conclusion  as  to  the  formula  of  the  higher 
chloride  is  based  on  experiments  which  are  obviously  faulty, 
and  leads  to  results  diametrically  opposed  to  even  nis  own 
experimental  results,  while  in  every  other  particular  he  simply 
confirms  my  observations. 

I  have  refrained  from  criticising  all  the  details  of  Mr.  Yer- 
non's  paper ;  but  I  venture  to  think  that  those  who  study 
these  details  will  certainly  arrive  at  no  other  conclusion  than 
that  to  which  a  study  of  his  main  arguments  leads,  namely, 
that  whatever  be  the  real  nature  of  the  higher  chloride  of 
manganese,  Mr.  Yemen's  results  have  thrown  no  fresh  light 
,upon  the  subject,  nor  have  they  in  anv  way  invalidated  the 
existing  evidence  for  considering  it  to  be  the  sesquichloridot 

July,  1891. 
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XXIX.  The  Kinetic  Theory  of  the  Dissipation  of  Energy. 
By  Sir  William  Thomson*. 

IN  abstract  dynamics  the  instantaneous  reversal  of  the  motion 
of  every  moving  particle  of  a  system  causes  the  system  to 
move  backwards,  each  particle  of  it  along  its  old  path,  and  at 
the  same  speed  as  before,  when  again  in  the  same  position. 
That  is  to  say,  in  mathematical  language,  any  solution  remains 
a  solution  when  t  is  changed  into  —  ^  In  physical  dynamics 
this  simple  and  perfect  reversibility  fails,  on  account  of  forces 
depending  on  friction  of  solids  ;  imperfect  fluidity  of  fluids  ; 
imperfect  elasticity  of  solids  ;  inequalities  of  temperature,  and 
consequent  conduction  of  heat  produced  by  stresses  in  solids 
and  fluids ;  imperfect  magnetic  retentiveness ;  residual  electric 
polarization  of  dielectrics  ;  generation  of  heat  by  electric 
currents  induced  by  motion ;  diffusion  of  fluids,  solution  of 
solids  in  fluids,  and  other  chemical  changes  ;  and  absorption 
of  radiant  heat  and  light.  Consideration  of  these  agencies  in 
connexion  with  the  all-pervading  law  of  the  conservation  of 
energy  proved  for  them  by  Joule,  led  me  twenty-three  years 
ago  to  tne  theory  of  the  dissipation  of  energy,  which  I  com- 
municated first  to  the  Royal  Societv  of  Edinburgh  in  1852^ 
in  a  paper  entitled  "  On  a  Universal  Tendency  in  Nature  to 
the  Dissipation  of  Mechanical  Energy.*' 

The  essence  of  Joule's  discovery  is  the  subjection  of  physical 
phenomena  to  dynamical  law.  If,  then,  the  motion  of  every 
particle  of  matter  in  the  universe  were  precisely  reversed  at 
any  instant,  the  course  of  nature  would  be  simply  reversed  for 
ever  after.  The  bursting  bubble  of  foam  at  the  foot  of  a 
waterfall  would  reunite  and  descend  into  the  water ;  the 
thermal  motions  would  reconcentrate  their  energy,  and  throw 
the  mass  up  the  fall  in  drops  re-forming  into  a  close  column 
of  ascending  water.  Heat  which  had  been  generated  by  the 
friction  of  sohds  and  dissipated  by  conduction,  and  radiation 
with  absorption,  would  come  again  to  the  place  of  contact, 
and  throw  the  moving  body  back  against  the  force  to  which 
it  had  previously  yielded.  Boulders  would  recover  from  the 
mud  the  materials  required  to  rebuild  them  into  their  previous 
jagged  forms,  and  would  become  reunited  to  the  mountain 
peak  from  which  they  had  formerly  broken  away.  And  if 
also  the  materialistic  hypothesis  of  life  were  true,  living 
creatures  would  grow  backwards,  with  conscious  knowledge 
of  the  future,  but  no  memory  of  the  past,  and  would  become 
again  unborn.     But  the  real  phenomena  of  life  infinitely 

•  Commanicated  by  the  Author;  having  been  originally  published  in 
the  Flroceedings  of  the  Royal  Society  of  Edinbttrgh  for  February,  1874. 
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transcend  human  science ;  and  speculation  regarding  conse- 

Juences  of  their  imagined  reversal  is  utterly  unprofitable, 
^ar  otherwise,  however,  is  it  in  respect  to  the  reversal  of  the 
motions  of  matter  uninfluenced  by  life,  a  very  elementary 
consideration  of  which  leads  to  the  full  explanation  of  the 
theory  of  dissipation  of  energy. 

To  take  one  of  the  simplest  cases  of  the  dissipation  of  energy, 
the  conduction  of  heat  through  a  solid — consider  a  bar  of 
metal  warmer  at  one  end  than  the  other,  and  left  to  itself. 
To  avoid  all  needless  complication  of  taking  loss  or  gain  of 
heat  into  account,  imagine  the  bar  to  be  varnished  with  a 
substance  impermeable  to  heat.     For  the  sake  of  definiteness, 
imagine  the  oar  to  be  first  given  with  one-half  of  it  at  one 
uniform  temperature,  and  the  other  half  of  it  at  another 
uniform  temperature.     Instantly  a  diffusing  of  heat  com- 
mences, and  the  distribution  of  temperature  becomes  con- 
tinuously less  and  less  unequal,  tending  to  perfect  uniformity^ 
but  never  in  any  finite  time  attaining  perfectly  to  this  ultimate 
condition.    This  process  of  diffusion  could  be  perfectly  pre- 
vented by  an  army   of  Maxwell's   "intelligent  demons,'** 
stationed  at  the  surface,  or  interface  as  we  may  call  it  with 
Professor  James  Thomson,  separating  the  hot  from  the  cold 
part  of  the  bar.     To  see  precisely  how  this  is  to  be  done, 
consider  rather  a  gas  than  a  solid,  because  we  have  much 
knowledge  regarding  the  molecular  motions  of  a  gas,  and  little 
or  no  knowledge  of  the  molecular  motions  of  a  solid.     Take 
a  jar  with  the  lower  half  occupied  by  cold  air  or  gas,  and  the 
upper  half  occupied  with  air  or  gas  of  the  same  kind,  but  at 
a  mgher  temperature  ;  and  let  the  mouth  of  the  jar  be  closed 
by  an  air-tight  lid.     If  the  containing  vessel  were  perfectly 
impermeable  to  heat,  the  diffusion  of  heat  would  follow  the 
same  law  in  the  gas  as  in  the  solid,  though  in  the  gas  the 
diffusion  of  heat  takes  place  chiefly  by  the  4iff(ision  of  mole- 
cules, each  taking  its  energy  with  it,  and  only  to  a  small 
proportion  of  its  whole  amount  by  the  interchange  of  energy 
between  molecule  and  molecule ;  whereas  in  the  solid  there 
is  little  or  no  diffusion  of  substance,  and  the  diffusion  of  heat 
takes  place  entirely,  or  almost  entirely,  through  the  com- 
munication of  energy  from  one  molecule  to  another.   Fourier's 
exquisite  mathematical  analysis  expresses  perfectly  the  sta- 
tistics of  the  process  of  diffusion  in  each  case,  whether  it  be 
"  conduction  of  heat,"  as  Fourier  and  his  followers  have  called 
it,  or  the  diffusion  of  substance  in  fluid  masses  (gaseous  or 

*  The  definition  of  a  demon,  accordinf^  to  the  use  of  this  word  by 
Maxwell,  is  an  intelligent  being  endowed  with  free-will  and  fine  enough 
tactile  and  ])ereeptive  organization  to  give  him  the  faculty  of  observing 
and  influencing  individual  molecules  of  matter. 
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liquid)^  which  Fick  showed  to  be  subject  to  Fourier's  formulas. 
Kow,  suppose  the  weapon  of  the  ideal  army  to  be  a  club,  or, 
as  it  were,  a  molecular  cricket  bat ;  and  suppose,  for  con- 
venience,  the  mass  of  each  demon  with  his  weapon  to  be 
several  times  greater  than  that  of  a  molecule.  Every  time  he 
strikes  a  molecule  he  is  to  send  it  away  with  the  same  energy 
as  it  had  immediately  before.  Each  demon  is  to  keep  as 
nearly  as  possible  to  a  certain  station,  making  only  such  ex« 
corsions  from  it  as  the  execution  of  his  orders  requires.  He 
is  to  experience  no  forces  except  such  as  result  from  collisions 
with  molecules,  and  mutual  forces  between  parts  of  his  own 
mass,  including  his  weapon.  Thus  his  voluntary  movements 
cannot  influence  the  position  of  his  centre  of  gravity,  other- 
wise than  by  producing  collision  with  molecules. 

The  whole  interface  between  hot  and  cold  is  to  be  divided 
into  small  areas,  each  allotted  to  a  single  demon.  The  duty 
of  each  demon  is  to  guard  his  allotment,  turning  molecules 
back,  or  allowing  them  to  pass  through  from  either  side^ 
according  to  certain  definite  orders.  First,  let  the  orders  be 
to  allow  no  molecules  to  pass  from  either  side.  The  effect  will 
be  the  same  as  if  the  interface  were  stopped  by  a  barrier 
impermeable  to  matter  and  to  heat.  The  pressure  of  the  gas 
being  by  hypothesis  equal  in  the  hot  and  cold  parts,  the 
resultant  momentum  taken  by  each  demon  from  any  con- 
siderable number  of  molecules  will  be  zero  ;  and  therefore  he 
may  so  time  his  strokes  that  he  shall  never  move  to  any  con- 
siderable distance  from  his  station.  Now,  instead  of  stopping 
and  turning  all  the  molecules  from  crossing  his  allotted  area, 
let  each  demon  permit  a  hundred  molecules  chosen  arbitrarily 
to  cross  it  from  the  hot  side  ;  and  the  same  number  of  mole- 
cules, chosen  so  as  to  have  the  same  entire  amount  of  energy 
and  the  same  resultant  momentum,  to  cross  the  other  way 
from  the  cold  side.  Let  this  be  done  over  and  over  again 
within  certain  small  equal  consecutive  intervals  of  time,  with 
care  that  if  the  specified  balance  of  energy  and  momentum  is 
not  exactly  fulfilled  in  respect  to  each  successive  hundred 
molecules  crossing  each  way,  the  error  will  be  carried  forward, 
and  as  nearly  as  may  be  corrected,  in  respect  to  the  next 
hundred.  Thus,  a  certain  perfectly  regular  diffusion  of  the 
gas  both  ways  across  the  interface  goes  on,  while  the  original 
different  temperatures  on  the  two  sides  of  the  interface  are 
maintained  without  change. 

Suppose,  now,  that  in  the  original  condition  the  tempera* 
tare  and  pressure  of  the  gas  are  each  equal  throughout  the 
vessel,  and  let  it  be  required  to  disequalize  the  temperature, 
but  to  leave  the  pressure  the  same  in  any  two  portions  A  and 
B  of  the  whole  space.     Station  the  army  on  tne  interface  as 
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previously  described.  Let  the  orders  now  be  that  each  demon 
is  to  stop  all  molecales  from  crossing  his  area  in  either 
direction  except  100  coming  from  A,  arbitrarily  chosen  to  be 
let  pass  into  B,  and  a  greater  number,  having  among  them 
less  energy  but  equal  momentum,  to  cross  from  B  to  A.  Let 
this  be  repeated  over  and  over  again.  The  temperature  in  A 
will  be  continually  diminished  and  the  number  of  molecules 
in  it  continually  increased,  until  there  are  not  in  B  enough 
of  molecules  with  small  enough  velocities  to  fulfil  the  con- 
dition with  reference  to  permission  to  pass  from  B  to  A.  If 
after  that  no  molecale  be  allowed  to  pass  the  interface  in 
either  direction,  the  final  condition  will  be  very  great  con- 
densation  and  very  low  temperature  in  A ;  rarefaction  and 
very  high  temperature  in  B  ;  and  equal  pressures  in  A  and  B. 
The  process  of  disequalization  of  temperature  and  density 
might  be  stopped  at  any  time  by  changing  the  orders  to  those 
previously  specified,  and  so  permitting  a  certain  degree  of 
division  each  way  across  the  interface  while  maintaining 
a  certain  uniform  difference  of  temperatures  with  equality  of 
pressure  on  the  two  sides. 

If  no  selective  influence,  such  as  that  of  the  ideal  "  demon,'' 
guides  individual  molecules,  the  average  result  of  their  free 
motions  and  collisions  must  be  to  equalize  the  distribution  of 
energy  among  them  in  the  gross ;  and  after  a  sufficiently  long 
time,  from  the  supposed  initial  arrangement,  the  difference  of 
energy  in  any  two  equal  volumes,  each  containing  a  very  great 
number  of  molecules,  must  bear  a  very  small  proportion  to  the 
whole  amount  in  either ;  or,  more  strictly  speaking,  the  pro- 
bability of  the  difference  of  energy  exceeding  any  stated  finite 
proportion  of  the  whole  energy  in  either  is  very  small. 
Suppose  now  the  temperature  to  have  become  thus  very 
approximately  equalized  at  a  certain  time  from  the  beginning, 
and  let  the  motion  of  every  particle  become  instantaneously 
reversed.  Each  molecule  will  retrace  its  former  path,  and  at 
the  end  of  a  second  interval  of  time,  equal  to  the  former, 
every  molecule  will  be  in  the  same  position,  and  moving  with 
the  same  velocity,  as  at  the  beginning ;  so  that  the  given 
initial  unequal  distribution  of  tem()eratnre  will  again  be 
found,  with  only  the  difference  that  each  particle  is  moving 
in  the  direction  reverse  to  that  of  its  initial  motion.  This 
difference  will  not  prevent  an  instantaneous  subsequent  com- 
mencement of  equalization,  which,  with  entirely  different 
paths  for  the  individual  molecules,  will  go  on  in  the  average 
according  to  the  same  law  as  that  which  took  place  immediately 
after  the  system  was  first  left  to  itself. 

By  merely  looking  on  crowds  of  molecules,  and  reckoning 
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their  energy  in  the  gross,  we  could  not  discover  that  in  the 
very  special  case  we  have  just  considered  the  progress  was 
towards  a  succession  of  states,  in  which  the  distribution  of 
energy  deviates  more  and  more  from  uniformity  up  to  a* 
certain  time.  The  number  of  molecules  being  finite,  it  is 
clear  that  small  finite  deviations  from  absolute  precision  in 
the  reversal  we  have  supposed  would  not  obviate  the  resulting 
disequalization  of  the  distribution  of  energy.  But  the  greater 
the  number  of  molecules,  the  shorter  will  be  the  time  during 
which  the  disequalizing  will  continue  ;  and  it  is  only  when' 
we  regard  the  number  of  molecules  as  practically  Infinite 
that  we  can  regard  spontaneous  disequalization  as  practically 
impossible.  And,  in  point  of  fact,  if  any  finite  number  of 
perfectly  elastic  molecules,  however  great,  be  given  in  motioix 
m  the  interior  of  a  perfectly  rigid  vessel,  and  be  left  for  a 
sufficiently  long  time  undisturbed  except  by  mutual  impact 
and  collisions  against  the  sides  of  the  conUiining  vessel,  it 
must  happen  over  and  over  again  that  (for  example)  some- 
thing more  than  ^jths  of  the  whole  energy  shall  be  in  one- 
half  of  the  vessel,  and  less  than  -A^th  of  the  whole  energy  in 
the  other  half.  But  if  the  number  of  molecules  be  very 
great,  this  will  happen  enormously  less  frequently  than  that 
something  more  tnan  ^ths  shall  be  in  one-half,  and  some- 
thing less  than  -^ths  in  the  other.  Taking  as  unit  of  time 
the  average  interval  of  free  motion  between  consecutive 
collisions,  it  is  easily  seen  that  the  probability  of  there  being 
something  more  than  any  stated  percentage  ot  excess  above 
the  half  of  the  energy  in  one-half  of  the  vessel  during  the 
unit  of  time  from  a  stated  instant,  is  smaller  the  greater 
the  dimensions  of  the  vessel  and  the  greater  the  stated  per- 
centage. It  is  a  strange  but  nevertheless  a  true  conception  of 
the  old  well-known  law  of  the  conduction  of  heat,  to  say 
that  it  is  very  improbable  that  in  the  course  of  1000  years 
one-half  of  the  bar  of  iron  shall  of  itself  become  warmer  by  a 
degree  than  the  other  half ;  and  that  the  probability  of  this 
happening  before  1,000,000  years  pass  is  1000  times  as  great 
as  tnat  it  will  happen  in  the  course  of  1000  years,  and  that 
it  certainly  will  happen  in  the  course  of  some  very  long  time. 
But  let  it  be  remembered  that  we  have  supposed  the  oar  tq 
be  covered  with  an  impermeable  varnish.  Do  away  with  this 
impossible  ideal,  and  believe  the  number  of  molecules  in  the 
universe  to  be  infinite  ;  then  we  may  say  one-half  of  the  bar 
will  never  become  warmer  than  me  other,  except  by  the 
agency  of  external  sources  of  heat  or  cold.  This  one  instance 
suffices  to  explain  the  philosophy  of  the  foundation  on  which 
the  theory  of  the  dissipation  of  energy  rests4 
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Take,  however,  another  case,  in  vhich  the  probability  may 
be  readily  calculated.  Let  an  hennetically  sealed  glass  jar 
of  air  contain  2,000,000,000,000  molecules  of  oxygen,  and 
8,000,000,000,000  molecules  of  nitrogen.  If  examined  any 
time  in  the  infinitely  distant  future,  ivhat  is  the  number  of 
chances  against  one  that  all  the  molecules  of  oxygen  and  none 
of  nitrogen  shall  be  found  in  one  stated  part  of  the  vessel 
equal  in  volume  to  ^th  of  the  whole?  The  number  expressing 
the  answer  in  the  Arabic  notation  has  about  2,173,220,000,000 
of  places  of  whole  numbers.  On  the  other  hand,  the  chance 
against  there  being  exactly  Aths  of  the  whole  number  of 
particles  of  nitrogen,  and  at  the  same  time  exactly  ^^ths  of 
the  whole  number  of  particles  of  oxygen  in  the  first  specified 
part  of  the  vessel,  is  only  4021  x  10^  to  1* 


Appbkdix. 

Calculation  of  prohaJbility  respecting  Diffusion  of  Gases. 

For  simplicity,  I  suppose  the  sphere  of  action  of  each  mole« 
cule  to  be  infinitely  small  in  comparison  with  its  average 
distance  from  its  nearest  neighbour.;-  thus,  the  sum  of  the 
volumes  of  the  spheres  of  action  of  all  the  molecules  will  be 
infinitely  small  m  proportion  -to  the  whole  volume  of  the 
containing  vessel.  For  brevity,  space  external  to  the  sphere 
of  action  of  every  molecule  will  be  called  free  space  :  and  a 
molecule  will  be  said  to  be  in  free  space  at  any  time  when 
its  sphere  of  action  is  wholly  in  free  space ;  tmit  is  to  say, 
when  its  sphere  of  action  does  not  overlap  the  sphere  of  action 
of  any  other  molecule.  Let  A,  B  denote  any  two  particular 
portions  of  the  whole  containing  vessel,  and  let  a,  6  be  the 
volumes  of  those  portions.  The  chance  that  at  any  instant 
one  individual  molecule  of  whichever  gas  shall  be  in  A  is 

— -^,  however  many  or  few  other  molecules  there  may  be  in 

A  at  the  same  time ;  because  its  chances  of  being  in  any 
specified  portions  of  free  space  are  proportional  to  their 
volumes ;  and,  according  to  our  supposition^  even  if  all  the 
other  molecules  were  in  A,  the  volume  of  free  space  in  it 
would  not  be  sensibly  diminished  by  their  presence.  The 
chance  that  of  n  molecules  in  the  whole  space  there  shall  be 
f  stated  individuals  in  A;  and  that  the  other  n— t  molecules 
shall  be  at  the  same  time  in  B,  is 

/   a   V/    ^    V"'  a*6*-* 

\a-^b)\a+bj     '    ^"^    (a+6)»" 
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Hence  the  probability  of  the  nnmber  of  moleonles  in  A  being 
exactly  t,  and  in  B  exactly  n— t,  irrespectiyely  of  individnals, 
is  a  fraction  having  for  denominator  (a+ft)*,  and  for  numera- 
tor the  term  involying  a*i*~'  in  the  expansion  of  this  binomial ; 
that  is  to  say^  it  - 


n(n-l)...(n-t+l)/.  a   V /    b    \*-* 
1.2     ...         %        Va+6/\a  +  J;     * 

If  we  call  this  T^,  we  have 

Hence  T^  is  the  greatest  term,  if  t  is  the  smallest  integer 
which  makes 

n— /      b        . 

this  is  say,  if  i  is  the  smallest  integer  which  exceeds 

a b_ 

a+b      a  +  J* 

Hence  if  a  and  b  are  commensurable,  the  greatest  term  is  that 

for  which 

a 
t=n— —-,. 
a  +  6 

To  apply  these  results  to  the  cases  considered  in  the  pre- 
ceding article,  pnt  in  the  first  place 

n=2xlO", 

this  being  the  number  of  particles  of  oxygen  ;  and  let  i=n. 
Thus,  for  the  probability  that  all  the  particles  of  oxygen  shall 
be  in  A,  we  find 


\a-\-b) 


Similarly,  for  the  probability  that  all  the  particles  of  nitrogen 
are  in  the  space  B,  we  find 

I     \8X10" 


\a-+b) 


Hence  the  probability  that  all  the  oxygen  is  in  A  and  all  the 
nitrogen  in  B  is 

/    a   yxio"      /   J    s  8xio>» 
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Now  by  hjrpothesis 


|ind  therefore 


a     ^   2^ 

a+J       10' 

6  8 


a  +  b       10' 


hence  the  required  probability  is 

226X10" 

"ioTo™-- 
Call  this  ^,  and  let  log  denote  common  logarithm.     We  have 
log  N=10i^- 26  X 101*  X  log  2=  (10-26  log  2)  x  10^=2173220  x  lO*. 

This  is  equivalent  to  the  resnlt  stated  in  the  text  above.  The 
logarithm  of  so  great  a  nnmber,  unless  given  to  more  than 
thirteen  significant  places,  cannot  indicate  more  than  the 
number  of  places  of  vrhole  numbers  in  the  ansvirer  to  the  pro- 
posed question,  expressed  according  to  the  Arabic  notation. 

The  calculation  of  T,.,  when  i  and  n—%  are  very  large 
numbers,  is  practicable  by  Stirling's  theorem,  according  to 
which  we  have  approximately 

1.2...  «=/*+*€     V25?, 
and  therefore 

n(n  - 1) . . .  (n— t  + 1)  _  n*"*-* 

1.2       ...         t  "  ^2^t«+*(n-f)*""*"^*' 

Hence  for  the  case 

a 

which,  according  to  the  preceding  formulae,  gives  T^  its 
greatest  value,  we  have 

where 

^=  —r\   and  /=— -=^. 
Thus,  for  example,  let  n=  2  x  10^ ; 

1)76  have 

'     800000  V^      1418000* 
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This  expresses  the  chance  of  there  being  4  x  10^^  molecnles'  of 
oxjgen  in  A,  and  16  x  10^^  in  B.  Jnst  half  this  fraction  ex- 
presses the  probability  that  the  molecules  of  nitrogen  are 
oistributed  in  exactly  the  same  proportion  between  A  and  B, 
because  the  number  of  molecules  of  nitrogen  is  four  times 
greater  than  of  oxjgen. 

If  n  denote  the  molecules  of  one  gas,  and  vl  that  of  the 
molecules  of  another^  the  probability  that  each  shall  be  dis- 
tributed between  A  and  B  in  the  exact  proportion  of  the 
volume,   is 

1 

^iref  ^nn'' 
The  value  for  the  supposed  case  of  oxygen  and  nitrogen  is 

1  ^1 

27rx -16x4x10^*      4021x10*' 

which  is  the  result  stated  at  the  conclusion  of  the  text  above. 


XXX.  A  Detector  for  Spark  in  Hertz's  Resonator. 
By  W.  Lucas,  M,A.j  and  T,  A.  Garrett,  M.A.  * 

SINCE  Prof.  Hertz  published  his  classical  researches  on 
electrical  oscillations  several  methods  have  been  devised 
for  showing  some  of  the  principal  experiments  to  a  number 
of  people  simultaneoDsly. 

It  seemed  to  us  that  a  very  direct  method  of  doing  this 
would  be  to  make  the  spark  of  the  resonator  ignite  an  ex- 
plosive mixture  of  gases.  After  making  many  experiments 
we  find  that  a  very  convenient  form  of  apparatus  for  eflFecting 
this  is  the  following  : — ^A  long  strip  of  wood  (not  shown  in 
the  figure),  having  near  its  ends  two  projecting  blocks  with  V- 
cuts  in  them,  is  supported  in  a  horizontal  position,  and  to  the 
middle  of  it  is  screwed  the  base-board  A,  its  position  being 
vertical.  B  and  B'are  two  more  blocks  withV-cuts  in  them. 
The  four  blocks  are  arranged  in  such  a  way  that  the  V-cuts 
in  them  are  in  the  same  straight  line.  In  the  V-cuts  of  the 
four  blocks  the  two  straight  wires  which  form  the  resonator 
rest.  The  spark-gap  G  is  between  the  ends  of  the  platinum 
wires  P  and  r' ;  these  are  led  down  into  the  V-cuts  in  B  and 
B'  as  shown,  so  that  the  resonator  wires  rest  in  contact  with 
them.  P  is  fixed  firmly  to  the  wooden  lever  L,  so  that  the 
size  of  the  spark-gap  can  be  easily  adjusted  by  turning  the 
milled  head  H,  agamst  which  the  lever  is  pressed  by  the 

•  Communicated  by  the  Authors. 
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spiral  spring  S.  To  allow  for  this  adjustment  P  is  bent  as 
snown,  and  P',  though  fixed  permanently,  is  also  bent,  so 
that  both  parts  of  the  resonator  may  be  symmetrical.  With 
this  arrangement  one  pair  of  resonator  wires  can  be  very 
readily  replaced  by  another  pair  of  a  different  size. 

A  Detector  for  Spark  in  Hertz's  Resonator. 


a 


rfl^ 


4n 


A 


T  is  a  glass  tube  open  at  the  top.  Its  lower  end  is  closed 
and  two  platinxun  electrodes  E  are  sealed  into  it.  Two  small 
holes  are  bored  through  it  diametrically  opposite  to  each 
other,  through  which  the  platinum  wires  P  and  P'  can  pass 
freely.  This  tube  is  partly  filled  with  hydrochloric  acid,  and 
the  electrodes  E  are  connected  with  a  battery  so  as  to  generate 
an  explosive  mixture  of  hydrogen  and  chlorine.  If  the 
resonator  sparks  when  enough  gas  is  present  in  the  tube,  an 
explosion  is  produced. 

In  order  that  an  explosion  may  be  produced  by  every 
spark,  the  time  required  to  fill  the  tube  with  the  quantity  of 
gas  requisite  for  an  explosion  must  be  less  than  the  interval 
of  time  between  two  sparks.  If  this  interval  is  small,  the 
quantity  of  gas  requisite  for  an  explosion  must  be  small  and 
it  must  be  generated  quickly.  Now  in  order  that  the  quantity 
of  gas  reqmsite  for  an  explosion  may  be  small,  the  diameter 
of  tne  tube  must  be  small  and  the  spark-gap  must  be  near  the 
surface  of  the  electrolyte.  We  find,  however,  that  when 
under  these  circumstances  the  gas  is  generated  quickly,  an 
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explosion  very  rarely  takes  place,  owing  to  the  fact  that  liquid 
is  carried  up  to  the  spark-gap  by  the  rash  of  gas,  and  a 
minute  drop  almost  always  adheres  to  the  ends  of  the  wires 
forming  the  spark-gap,  so  that  no  spark,  and  consequently 
no  explosion,  is  produced. 

This  difficulty,  however,  can  be  easily  overcome  by  con- 
necting the  two  halves  of  the  resonator  with  a  battery  of 
three  or  four  cells,  so  that  as  soon  as  a  minute  drop  is  formed 
across  the  spark-gap  it  is  at  once  dissipated  by  the  current 
which  passes  through  it.  If  the  battery  connexions  are  made 
at  nodes,  the  proper  working  of  the  resonator  does  not  seem 
to  be  interfered  with,  so  that  the  battery  may  remain  in 
permanent  connexion  with  it. 

Of  coiu'se  the  same  battery  may  be  used  both  for  getting 
rid  of  the  drop  and  for  generating  the  explosive  mixture  of 
gases,  the  circuit  which  is  completed  bv  the  drop  in  the 
spark-gap  being  a  shunt  on  the  circuit  through  the  electro- 
lyte. When  it  is  desired  to  work  with  a  very  small  spark- 
gap,  we  have  found  it  very  convenient  to  include  a  rough 
galvanometer  in  the  former  circuit,  as  a  small  spark-gap  can 
then  be  very  easily  made  by  screwing  up  H,  stopping  directly 
a  deflexion  is  obtained,  and  then  screwing  H  back  very 
slightly  so  as  just  to  break  the  circuit. 

In  our  first  experiments  we  used  dilute  sulphuric  acid  as 
the  electrolyte  instead  of  hydrochloric  acid  ;  but  we  found 
that  when  the  spark  was  very  small,  it  failed  to  explode  the 
mixture  of  oxygen  and  hydrogen  produced.  When,  nowever, 
hydrochloric  acid  is  used,  so  far  as  we  have  observed,  every 
spark,  even  the  smallest  we  have  been  able  to  obtain,  pro- 
duces an  explosion,  provided  of  course  that  the  tube  is 
properly  filled  with  gas. 

In  conclusion,  it  might  be  well  to  add  that  the  tube  which 
we  have  found  to  work  very  satisfactorily  is  16  centim.  long 
and  8  millim.  in  diameter  (inside),  the  spark-gap  being  about 
5  centim.  from  the  top. 


XXXI.  Dynamical  Illustration  of  tlw  Isothermal  Formula, 
By  Ladislas  Natanson,  Phys.D.,  Lecturer  on  Natural 
Philosophy y  University  of  Cracow*. 

IN  the  Kinetic  Theory  of  Matter  it  is  our  object  (as  will,  I 
think,  be  generally  admitted)  to  imagine  a  dvnamical 
model  of  some  definite  state  of  matter  and  to  investigate  the 
properties  of  the  mechanism  conceived. 

•  Communicated  by  the  Author. 
PhU.  Mag.  S.  5.  Vol.  33.  No.  202.  March  1892.  Y 
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A  system  of  hard  elastic  spheres,  which  exert  upon  one 
another  purely  collisional  forces,  has  heen  found  to  be  in  many 
respects  an  adequate  dynamical  representation  of  what  is 
called  an  ideal  gas.  The  laws  of  ideal  gas-pressure  cannot, 
however,  be  accounted  for,  unless  the  spheres,  or  molecules, 
of  which  the  body  is  supposed  to  consist  are  assumed  to  be 
infinitely  small. 

Now  we  know  that,  in  order  to  explain  the  properties  of 
real  or  imperfect  gases,  it  is  Twt  sufficient  to  correct  the 
original  theory  under  this  head  solely,  «.  e.  to  consider  the 
molecules  as  bodies  of  some  small  but  definite  size.  Van  der 
Waals  was  led  therefore  to  investigate  the  eflfect  of  attractive 
or  cohesive  forces,  which  he  supposed  to  operate  between 
molecules  independently  of  impulsive  forces,  generated  on 
collision.  Accordingly  in  his  equation  two  correctional  quan- 
tities appear,  determined  respectiveh'^  by  both  of  these  distinct 
kinds  of  molecular  interference.  To  my  mind  such  a  cumu- 
lation of  essentially  heterogeneous  assumptions  is  utterly 
unsatisfactory' ;  and  it  certainly  fails  to  connect  the  properties 
to  be  explained  with  one  dynamical  fact  only.  Hence,  1  ven- 
ture to  think,  we  have  to  take  some  broader  view  of  the  nature 
of  molecular  interaction. 

On  the  other  hand,  although  no  serious  discordance  is  likely 
to  arise  as  to  the  highly  important  rdle  of  Van  der  Waals's 
theory  in  modern  thermodynamical  science,  it  must  never- 
theless be  affirmed  that  his  equation  does  not  apply  to  known 
facts  with  due  approximation,  so  that  the  kinetic  conception 
on  which  it  is  founded  may  be  said  to  be  disproved. 

1.  The  fundamental  assumption  I  propose  to  examine  is, 
that  the  molecules  of  a  gas  may  be  taken  as  mere  material 
points,  which  exert  upon  one  another  cerfain  forces  every 
time  the  distance  between  them  becomes  equal  to,  or  less  than, 
a  given  limit,  R  say.  Whenever  two  molecules  approach 
within  distance  R,  they  will  be  said  to  undergo  encounter;  and 
the  moment  the  distance  becomes  again  greater  than  R  will 
be  taken  as  the  ending  moment  of  entanglement.  When 
two  or  more  molecules  are  thus  under  mutual  interaction, 
I  call  them  a  molecular  system ;  I  shall  confine  myself, 
however,  at  first  to  the  consideration  of  bimolecular  systems 
by  supposing  the  ratio  of  systems  of  any  higher  degree  of 
complexity  to  be  small  enough  to  be  neglected. 

Consider  a  Volume  V,  in  which  N  points  or  molecules  are 
constantly  moving.  Let  N/'(v)  dv  denote  the  number  of  mo- 
lecules whose  velocities  lie  between  V  and  t?  +  (Zv.  These  we 
shall  call  "r-molecules";  and  similar  abbreviations  will  be 
used  in  other  cases.     Among  the  members  of  that  class  con- 
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sider  a  single  molecule  a ;  let  there  be  in  volume  Y  a  number 
NF(t?,w)dti?  of  molecules  which  are  moving  with  relative 
velocity  >tc  and  <  w  +  dM>  with  respect  to  molecule  a.  Call 
'^  the  acute  angle  between  the  w  and  B  directions  at  the 
beginning  moment  of  encounter.  It  is  then  easily  proved 
that  the  molecule  a  will  suffer  per  unit  time 

— ^ — wF(yyV))wi'^co&'^d'wd'^     .     •     (1) 

encounters  of  the  w,  ^  description.  Now  in  a  large  class  of 
laws  of  force  the  duration-time  of  entanglement  is  determined 
by  the  values  the  two  variables  tr,  ^  assume  at  the  beginning 
moment  of  encounter  ;  and  from  the  following  it  will  be 
obvious  that  our  deduction  would  apply  with  but  formal 
alterations  to  the  more  general  case,  when  further  variables 
are  required.  Let  then  t  be  the  duration-time  of  entangle- 
ment; every  encounter  of  the  above  class  (1)  will  belong  to 
the  class  of  r-encounters.  These  encounters  are  happening 
with  the  concurrence  of  molecule  a  ;  but  the  same  being  true 
for  every  other  member  of  the  r-class,  and  the  state  of  things 
in  the  whole  mass  being  assumed  to  be  steady,  we  shall  find 
the  number  of  encounl:ers  which  at  any  time  are  just  happen- 
ing in  the  volume  considered  by  multiplying  (1)  by  t  and 
by  ^f(y)dvy  by  integrating,  and  halving.  Let  ^No  repre- 
sent that  number ;  c  therefore  is  taken  to  mean  the  ratio  of 
molecules  which  belong  at  a  given  time  to  molecular  systems. 
The  number  of  free  molecules  is  equal  to  N(l— o)  and 

c  =  — ^ — JiJ''"*^(^)  ^  (^>  ^)  sin  i/r  cos  ^  dv  dw  d^.    •     (2) 

2.  Let  us  now  proceed  to  the  application  of  the  virial 
equation.  In  this  equation  we  have  to  introduce,  it  is  well 
known,  certain  average  values  of  the  kinetic  energy  and  the 
virial,  and  these  averages  are  to  be  found  in  the  following 
way.  We  have  to  write  down  the  value  of  the  kinetic  energy 
and  the  virial  for  every  molecule,  to  sum  them  up,  to  continue 
this  process  during  some  long  period  of  time,  and  to  average 
at  last  all  the  instantaneous  sums  we  have  computed.  Now, 
since  the  state  of  the  gas  is  steady,  we  are  justified  in  apply- 
ing the  theorem  directly  to  the  instantaneous  sums  of  kinetic 
energy  and  virial,  which  cannot  differ  materially  from  their 
time-averages.  There  is  no  difficulty  in  performing  the  sum^ 
mation  as  far  as  the  kinetic  energy  of  free  molecules  and  the 
viriid  of  external  pressure  (no  other  external  forces  being 
admitted)  are  concerned;  but  terms  relating  to. molecular 
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systems  require  closer  examination.  Suppose  Q  to  represent 
a  quantity  characteristic  for  a  system  in  a  given  state  ;  t.  e,  a 
function,  first  of  the  initial  conditions  of  encounter,  and 
secondly  of  the  time  ty  which  in  the  system  under  considera- 
tion has  elapsed  from  the  beginning  moment  of  encounter. 
If  we  multiply  the  above  number  (1)  by 

^/(vldvdty (3) 

we  shall  'have  the  number  of  encounters  which  occurred  at 
moments  lying  infinitely  near  one  another  and  under  initial 
conditions  differing  but  infinitely  little.  In  all  these  encoun- 
ters the  simultaneous  values  of  Q  are  practically  equal,  hence 

^Q/{v)dvdt, (4) 

multiplied  by  (1),  is  the  instantaneous  Q-sum  for  the 
V,  w,  ^y  ^-subclass  considered;  and  the  sum  for  the  VyWy'^class 
is  found  by  integration  from  0  to  t.  Now  let  Q  denote  the 
mean  value  the  variable  quantity  Q  assumes  in  the  course  of 
the  encounter ;  since,  then. 


J/ 


Qd<«QT, (5) 

the  Q-sum  for  the  total  mass  of  gas  is  seen  to  be 

'!^!^^SSS^Tw/(v)F {vyui)  sinir cos ^dvd  .  (6) 

3.  The  kinetic  energy  of  two  molecules  suffering  mutual 
interaction  we  shall  divide  in  two  parts,  which  will  correspond 
respectively  to  the  mutual  relative  motion  of  the  molecules 
and  to  the  motion  of  their  centre  of  inertia.  Call  L  the 
mutual  relative  kinetic  energy  of  both  molecules  and  S  the 
virial  of  the  forces  between  them ;  then,  with  the  above  nota- 
tion for  averages,  and  with  m  to  denote  the  masses  of  the  points 
(supposed  to  he  equal),  we  have 

L-S=^^^^^, (7) 

by  a  theorem  which  is  closely  connected,  but  cannot  be  said 
to  be  identical  with  the  ordinary  Virial-theorem.  (See  Wiede- 
mann's Annalen,  vol.  xxxiii.  p.  698.) 

4.  The  virial-equation  is  now  easily  constructed.  If  we 
use  E  to  denote  the  mean  kinetic  energy  of  a  free  molecule, 
E^  the  meim  kinetic  energy  of  the  centre  of  inertia  of  a 
bimolecular  system,  and  p  the  external  (normal  and  uniform) 
pressure,  we  find 
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|pV=N(l-c)B-hiN(jE^ 

+  ^^!2l  f  f f  (L -S)TO/(v)F(t;,w)  sin  ^  cos  i^  dr  dw  d^,  .  (8) 


V 

and  this  takes  by  (7)  the  form 

fpV=NE-iN<2E~E,)+  ^JJimt(;'./(t;)F(t;,tr)dr dK7,   (9) 

where 

®=|^NR» (10) 

The  double  inte^al  in  (9)  is  seen  to  represent  (apart  from 
the  factor  No)/2V)  the  mean  value  of  the  relative  kinetic 
energy  for  all  ideal  combinations  of  two  points  we  are  able 
to  imagine  thronghont  the  gaseous  mass  ;  but  it  is  clear  that 
this  mean  is  essentially  aifferent  from  the  mean  relative 
kinetic  energy  for  interacting  molecules,  or  molecular  systems* 
It  follows  that  we  have  to  write  (2E— E^)  for  the  value  of 
the  double  integral.  For  suppose  we  are  computing  all  pos- 
sible imaginary  pairs  of  molecules  throughout  the  gas;  the 
frequency  of  si/stems  in  which  true  physical  connexion  occurs 
among  our  ideal  pairs  cannot  depend  upon  the  velocity 
of  the  centre  of  inertia  of  the  pairs,  hence  E^  added  to  the 
mean  value  of  ^mu^  must  be  equal  to  2E.     We  have,  then, 

|pV=NE+iN(2E-E;(^-c).    .    .    .    (11) 

Now  write  for  simplicity, 


and 
so  that 


l-i=' (12) 


(^-<')=7 (13) 


equation  (11)  takes  the  form 

f;>V=NE(l+|), (15) 

similar  to  those  obtained  by  Van  der  Waals,  Lorentz,  and 
other  authors.  It  would  seem,  however,  to  deserve  here 
special  attention,  that  ft,  according  to  (14),  may  be  either 
positive,  or  zero,  or  negative,  as  the  law  of  force  varies ;  and 
still  more  suggestive  is  the  further  possibility  of  b  changing 
its  sign,  for  a  given  law  of  force,  at  some  definite  temperature 
or  temperatures. 
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For  passive  molecules  t=2R  cos -^y^  and  6=0;  for  hard 
elastic  spheres  t  =  0  and  6  =  ^a>y  because,  as  will  imme- 
diately be  shown,  €= J.  This  is  in  accordance  with  Van  der 
Waals's  result,  since  his   molecular  volume  corresponds  to 

5.  Let  us  consider  the  number  of  encounters  which  happen 
per  unit  time  between  molecules  of  class  Vi  and  class  r,  re- 
spectively with  the  further  restriction  of  the  angle  between 
tne  t?i-  and  Vs-directions  being  >X  and  <X+dX.  If,  for 
reasons'  presently  to  be  seen,  we  substitute  i^<l>{v)  for  /(t?), 
as  written  in  the  above,  we  may  put  that  number 

=  i'rrN^B,hih^2^wsm\<l>(vi)^{v2)dvidv2dK.     .     •  (16) 

Now,  in  (16),  we  introduce  the  relative  velocity  w  of  the 
two  molecules,  and  the  velocity  V  of  their  centre  of  inertia, 
by  means  of 

t?i2-hV=iii;»-h2V' (17) 

and  Vi^  +  V2^^2viV3Cos\=w'^ ;    .     •     .     .    (18) 

it  follows  that  the  number  of  t?i,ii7,V-encounters  per  unit  time 

18  'rrlS^n'vyY<l>{vi)(f>(v3)dvidtody.     .     .     .(19) 

We  have  next  to  integrate  this  with  respect  to  Vj 

from  vi=  i/(it^  +  V«-u;V)  to  v^=  x^J^i^+W+wV), 

and  this  may  be  done  directly,  the  result  being  simply  trV, 
because  the  product  ^(t?i)  .^(vj),  by  a  method  of  proof 
originally  given  W  Clerk  Maxwell  and  since  frequently  used 
in  the  Kinetic  Theory,  may  be  shown  to  be  of  the  form 
^(«7)^(V).  Hence  the  number  of  tr,V-encounters  per  unit 
time  is  ^  'irlPB?to'y'ylr{w)^{Y)dwdV,     .     .     .   (20) 

and  the  law  of  distribution  for  the  V-velocities  is  expressed 
by  V^(V)dV  with  a  proper  constant  prefixed.  Now  the 
only  relation  between  r,,  t?,,  ir,  and  V  is  clearly  that  given  by 
equation  (17).     From  this  equation,  then,  and  from 

log^(t^i)+log*(t^3)=logt(u;)+log^(V),    .     .(21) 

the  form,  of  the  functions  may  be  inferred,  and  the  con- 
clusion may  be  drawn  that  the  mean  value  of  V*  is  equal  to 
half  that  of  Vi^  or  v^^.     Hence 

E=E^  and  €=i (22) 

This  result  shows,  besides,  that  we  are  justified  in  taking 
NE=|E<  say,  where  t  is  the  absolute  thermodynamical 
tem{)erature. 
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6.  We  shall  make  no  attempt  to  recognize  the  true  law  of 
force  acting  between  the  molecules  ;  but  it  is  obvious  that  b 
does  not  depend  upon  V  any  further,  so  that,  with  p  to  denote 
the  density  of  the  medium,  our  equation  becomes 

p/p=IK(l+T,p), (23) 

Ti  being  a  function  of  the  absolute  temperature. 

Now  by  similar  considerations  which,  I  think,  it  is  un- 
necessary to  reproduce  at  length,  we  may  generalize  our 
deduction  by  taking  higher  systems  of  molecules  into  account. 
Suppose  we  stop  at  e-molecular  systems  and  neglect  the 
numoer  of  those  formed  by  t  + 1  molecules  ;  then  the  equation 
u^nll  he 

p/p:=IU{l+T^p+T^'+...  i-Ti^ip'-')    .     .    (24) 

(the  T's  being  functions  of  t),  and  is  thus  seen  to  be  of  the 
general  type  suggested  by  Maxwell  (^  Scientific  Papers,' 
vol.  ii.  p.  407)  and  recently  supported  by  Lord  Rayleigh 
(*  Nature,'  vol.  xlv.  p.  81).  Equations  of  that  kind  are  care- 
fully discussed  in  Triiesen's  elaborate  paper  in  Wiedemann's 
Annaleny  vol.  xxiv.  p.  467  ;  see  also  ibidem,  vol.  xxxiii. 
p.  701.  It  would  seem  therefore  that,  in  the  proximity  of 
the  critical  state,  double  and  triple  molecules  are  prevalent ; 
while  (if  we  adopt  a  recent  suggestion  from  Blumcke,  Zeitsch, 
far  phys,  Chemie,  vol.  viii.  p.  562)  in  the  proximity  of  the 
solid  state  even  the  effect  of  systems  consisting  of  eight 
molecules  each  may  become  traceable. 

XXXII.   On  a  Permanent  Magnetic  Field. 
By  W.  HiBBERT,  A.LE.E.,  F.I.C* 

IN  the  electrical  laboratory  of  the  Polytechnic  Institute, 
Regent  Street,  the  earth's  magnetic  field  varies  so  much 
that  it  cannot  be  assumed  as  a  basis  for  reasonably  accurate 
measurement.  For  this  reason  it  was  formerly  my  habit  to 
give  students  a  certain  bar-magnet  as  a  temporary  standard, 
the  number  of  lines  passing  out  of  the  l)ar  being  determined 
afresh  from  time  to  time.  This  magnet  was  an  old  one,  and 
its  variedexperience  (now  described  under  the  term  "ageing") 
had  given  it  an  approximate  constancy.  The  constancy  was, 
in  fact,  good  enough  to  suggest  the  possibility  of  getting  a 
really  permanent  magnet.  I  therefore  made  some  tentative 
efforts  to  ascertain  the  effect  of  slight  variations  in  the  hard- 
ness and  temper  of  steel  on  its  magnetic  properties,  with  the 
result  that  I  found  the  subject  too  great  for  my  resources. 

*  Ck)mmuiiicated  by  the  Physical  Society :  read  December  4, 1891. 
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But  the  growth  of  the  modem  idea  of  a  magnetic  circuit 
suggested  the  possibility  of  achieving  my  purpose  in  a  way 
that  would  be  largely  independent  of  the  peculiarities  of 
different  brands  of  steel,  as  well  as  of  the  various  physical 
conditions,  caused  by  differences  in  tempering. 

I  therefore  provided  a  short  straight  bar-magnet  with  a 
couple  of  arched  pole-pieces^  of  such  length  and  sectional  area 
that  there  was  left  between  them  a  narrow  air-gap  of  very 
small  magnetic  "  resistance."  A  very  flat  coil  of  wire  thrust 
in  or  out  of  this  gap  gave  electromagnetic  impulses  whose 
value  was  fairly  consent.  Experience  with  these  simple 
instruments  led  me  to  believe  that  a  more  rigorous  application 
of  the  principle  would  give  a  truly  permanent  magnetic  field. 
How  far  this  has  been  realized  will  appear  from  the  con- 
siderations which  I  now  have  the  honour  to  submit  to  the 
Society. 

The  first  design  that  at  all  approximated  to  a  closed  mag- 
netic circuit  consisted  of  a  cylindrical  steel  rod  with  hemi- 
spherical pole-pieces.  For  reasons  into  which  I  need  not  go, 
this  has  been  superseded  by  the  following  modification. 


Fig  1  is  a  general  view  of  the  instrument.     Fig.  2  is  a 
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vertical  section  of  the  magnetic  circuit.  In  this,  N  S  is  a 
cylindrical  steel  rod,  2  J  inches  long  and  1  inch  in  diameter, 
attached  to  two  cast-iron  pole-pieces,  llie  upper  pole-piece, 
a  a,  is  a  circular  disk,  4  inches  in  diameter  and  |  inch  thick, 
carefully  hored  to  fit  the  upper  end  of  N  S.  The  lower  pole- 
piece,  b  6,  is  nearly  hemispherical,  and  about  ^  inch  thick  in 
the  wall.  This  is  attached  to  the  steel  rod  by  means  of  an 
iron  pin,  let  into  N  S  and  screwed  into  b  b. 

Kg.  2. 


The  opposed  faces  of  the  pole-pieces  are  carefully  turned  in 
the  lathe,  so  as  to  leave  between  them  a  circular  air-gap  less 
than  ^  inch  wide. 

The  above  description  gives  the  form  and  dimensions  of  the 
magnetic  part  of  the  instrument.  It  is  magnetized  after  being 
put  togetner  by  a  current  sent  through  a  coil  wound  on  the 
steel  rod. 

The  other  parts  consist  of : — 

(1)  Mechanical  arrangements  which  will  rigidly  preserve 
the  pole-pieces  in  position. 

(2)  Arrangements  which  will  carry  and  guide  a  coil  of 
wire  as  it  is  thrust  through  the  field  in  the  very  narrow  air- 
gap.  Screwed  to  the  upper  surface  of  the  disk  a  a  is  a  brass 
casting  with  three  projecting  lugs  II  (fig.  1).  These  lugs  are 
screwed  both  to  small  blocks  attached  to  the  hemispherical 
pole-piece,  and  also  to  the  tops  of  three  brass  pillars  (fig.  1). 

The  coil  is  wound  in  a  shallow  groove  cut  on  the  outside  of 
a  brass  ring,  which  is  turned  thin  enough  in  the  wall  to  slide 
freely  through  the  air-gap.  Attached  to  its  upper  edge  are 
three  arms  which  radiate  from  a  central  boss,  the  latter 
sliding  up  or  down  on  the  central  guide-rod  a  (fig.  1).  The 
radial  arms  support  an  ebonite  disk  on  which  are  fixed  the 
terminals  of  the  coil. 
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At  the  upper  end  of  the  guide-rod  ff  is  an  arrangement  for 
allowing  the  ring  to  fall  whenever  the  experimenter  desires. 
The  upper  end  of  ff  is  bored  out  (fig.  3),  aiid  a  horizontal  slot 
is  cut  in  the  thin  wall  thus  made.     In  the  inner 
space  and  connected  with  the  milled  head  is  a  rod, 
from  the  side  of  which  projects  a  tooth  t  passing 
through  the  slot,  whilst  from  the   lower  end 
passes  a  spiral  spring  also  fixed  into  the  body 
of  ff.     The  tooth  t  is  thus  kept  in  a  definite 
position,  from  which   it  can  be   moved  aside 
either  by  a  rotation  of  the  milled  head,  or  by 
the  upward  movement  of  the  boss  connected 
with  the  ring.     On  the  inner  edge  of  the  boss 
is  a  slot  through  which  t  can  pass,  but  cut 
slightly  on  one  side  of  the  zero  position  of  the 
tooth.     When  an   electromagnetic  impulse  is 
desired  the  coil  is  raised  so  that  the  boss,  and 
therefore  the  ring,  rests  on  L     The  position  of 
t  and  the   height  of  the  ring  are  so  chosen 
that  when  the  ring  is  at  rest  on  t  the  coll  is 
altogether  above  the  gap.     By  a  simple  rotation  of  the  milled 
head  the  coil  can  be  made  to  fall  through  the  field  at  any 
desired  moment.     The  electromagnetic  impulse  then  given  to 
the  circuit  is,  of  course,  equal  to  the  number  of  lines  inter- 
linked with  the  coil  during  the  fall,  multiplied  into  the  number 
of  turns  of  wire  in  the  coil. 

Three  instruments  of  the  type  just  described  have  been 
made  and  tested.  The  means  adopted  for  testing  are  not  the 
best  that  could  be  specified  for  the  purpose.  They  were 
chosen  because  they  give  reasonable  accuracy,  and  yet  allow 
of  a  fair  number  of  observations  being  taken  in  a  limited  time. 

The  method  was  to  compare  two  throws  of  a  galvanometer- 
needle,  one  produced  by  the  discharge  of  a  condenser,  the 
other  produced  by  the  magneto-inductor. 

The  condenser  employed  was  a  mica  condenser  of  0*333 
microfarad  capacity.  The  potential  diflFerence  for  charging 
was  obtained  from  four  accumulators,  whose  electromotive  force 
was  determined  by  comparison  with  a  Latimer-Clark  cell,  the 
comparison  being  made  by  the  potentiometer  method. 

Having  first  taken  a  fair  number  of  observations  from  the 
condenser,  a  corresponding  number  were  taken  from  the 
magneto-inductors,  the  resistance  in  circuit  with  each  being 
adjusted  till  the  throw  was  practically  the  same  as  that 
obtained  from  the  condenser. 

I  decided  on  this  because  it  allowed  me  to  use  an  ordinary 
damped  reflecting-galvanometer.     The  object  being  simply 
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to  test  constancy,  it  was  evident  that  the  subsequent  tests 
would  be  very  much  like  the  first,  and  that  by  the  above 
method  of  working  I  might  neglect  damping,  and  also  any 
consideration  of  the  law  of  the  galvanometer  deflexion. 

As  the  obsei'vations  run  through  summer  and  winter  they 
had  to  be  corrected  for  temperature  variation.  The  coefficients 
used  were  those  now  generally  accepted,  namely  : — For  the 
Latimer-Clark  cell  0'077  per  cent,  per  1°  C ;  for  the  copper 
wire  of  the  galvanometer  0*38  per  cent,  per  1°;  and  for  the 
German-silver  resistances  0'044  per  cent,  per  1°. 

It  now  remains  to  give  the  results  obtained.  As  my 
present  purpose  is  simply  to  show  how  far  constancy  of  field 
has  been  obtained,  it  is  not  necessary  to  give  many  details. 
Before  giving  the  results  it  will  be  proper  to  state  the  chief 
difiTerences  between  the  instruments  numbered  I.,  II.,  and  III. 
in  the  Table. 

Hemisphere  No,  I, — ^Air-gap  a  little  more  than  -}^  inch 
and  not  quite  uniform.  Magnetized  by  flashing  current  from 
four  accumulators,  July  29,  1890.  Heated  and  cooled  several 
times  on  diflferent  days.  Very  small  decay  to  August  11,  on 
which  day  the  number  of  lines =21,007.  Next  dayj  August 
12,  1890,  lines  =21,120.  Seven  months  later,  March  14, 
1891,  lines  =  21,035.  Accident  to  coil  caused  me  to  take  to 
pieces  and  magnetize  afresh.  A  current  flashed  through  at 
a  temperature  of  about  50^  C. 

Hemispltere  No,  II.  —  Most  highlv  finished.  Air-gap  rather 
less  than  A  inch.  Magnetized  by  flashing.  Lines  about 
34^000.  iNearly  50  per  cent,  greater  than  in  I.  This 
showed  tendency  to  fall.  I  therefore  adopted  the  method 
known  as  "reducing,"  by  sending  reverse  current  through 
magnetizing  coil,     deduction  of  field  about  5  per  cent. 

Hemisphere  No,  III. — Magnetic  system  not  so  well  sup- 
ported as  in  two  previous  instruments.  Magnetized  by  flash- 
ing current,  and  then  "  reduced  "  about  20  per  cent. 

The  flgures  in  the  column  headed  "  Ko.  of  Lines  *'  are 
obtained  by  the  expression 

^_IOOOVR   d/ 
^"         t        '  d'' 
where  C  =  capacity  of  condenser  in  microfarads, 
V= potential  difference  in  volts, 
il= resistance  in  circuit  with  magneto-coil, 
«=:  number  of  turns  of  wire  on  magneto-coil, 
cJ'fe^s  throws    from    magneto-inductor    and    condenser 
respectively. 

The  factor  100  translates  from  practical  to  absolute  units. 
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Date. 

Temperature 
of  Inductor. 

Lines  in  Inductor  Field. 

April  16,  1891 

II        It     »»   • 

„     22      

1,     23     ,.   

May      8     „    

„     23     

»     27      „    

„     80     

June     6     , 

11      12     

„      29     „    

July    10     , 

n      27      „    

„     31      „    

Sept    22     „    

Nov.    10     

20 

12-6 

13-5 

16-5 

13 

13-6 

16 

18 

22 

21-5 

19 

20 

17-5 

16 

13 

No  I. 
22,030 
21,790 
21,730 
21,710 
21,710 
21,680 

21,720 
21,720 
21,780 
21,720 
21,790 
21,700 
21,780 
21,690 
21,700 

No.  11. 

32,360 
32,420 
32,330 

32.4ib 
32,380 
32,470 
82,345 
32,510 
32,470 
32,460 
32,400 
32,400 

No.  m. 

29,140 
29,290 
29,270 
29,260 
29,290 
29,500 
29,560 
29,530 
29,470 
29,480 

Density  of  lines  in  1 
air-gappersq-cm.  j 

615 

770 

700 

In  discnssing  the  figures  it  must  be  remembered  that  high 
accuracy  was  not  attainable  at  the  time  of  working.  The  ob- 
servations were  all  made  in  comparativelj  brief  intervals  of 
leisure,  and  it  is  likely  that  the  probable  error  is  about  1  in 
800  or  400. 

There  is  practically  no  evidence  of  magnetic  decay  in 
seven  months.  Such  small  changes  as  are  indicated  point  the 
other  way,  but  I  am  inclined  to  attribute  most  of  them  to 
slight  inaccuracy  of  the  temperature-correction  for  the  re- 
sistances of  the  circuit. 

The  two  intruments  that  were  reduced  by  a  demagnetizing 
current  (Nos.  II.  and  III.)  show  a  tendency  to  rise.  This 
tendency  is  most  marked  in  the  instrument  which  was  re- 
duced most.  It  is  evident  that  only  a  slight  reduction  is  to 
be  allowed. 

No.  I.,  which  was  magnetized  warm,  but  not "  reduced,'' 
fell  while  cooling,  and  then  showed  a  very  slight  tendency  to 
increase.  It  is  better  than  the  other  two,  and  is  constant 
enough  to  be  used  for  any  purpose  for  which  an  earth  inductor 
is  employed. 

Nothing  is  here  said  of  the  temperature  variation  of  this 
magnetic  field*.     I  have  made  some  observations  on  that 


*  Magnetic  field  is  of  course  not  the  right  name.  The  instrament 
ndses  once  again  the  question  of  naming  the  quantity  sometimes  called 
<'  total  field/^  '^  total  induction,"  or  so  many  **  gausses. ' 
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point,  and  found  it  very  small,  but  as  the  tests  were  made 
with  hastily-adjusted  appliances,  I  have  thought  it  better  to 
reserve  the  matter  for  further  investigation.  The  temperature 
range  involved  in  the  Table  is  10°  0.,  but  the  figures  cannot 
be  used  for  deducing  the  temperature-coefficient  because  of 
the  other  sources  of  error.  1  am  inclined  to  think  that  the 
temperature  variation  of  the  condenser  (which  has  not  been 
applied  to  the  calculations)  practically  neutralizes  that  of  the 
inductor. 

In  addition  to  the  evidence  of  constancy  afforded  by  the 
Table,  there  are  in  my  note-books  several  facts  which  point 
the  same  wav.     Of  these  I  shall  mention  only  one. 

It  is  well  known  that  magnetic  decay  is  most  pronounced 
just  after  magnetization,  especially  if  the  magnet  is  subjected 
to  vibration.  In  several  early  cases  I  tested  the  effect  of 
vigorous  blows  during  and  immediately  after  magnetization, 
but  the  evidence  of  loss  was  generally  very  feeole,  and  in 
some  cases  not  measurable.  In  this  connexion  it  may  be 
worth  noting  that  the  brass  ring  which  carries  the  coil  is  Miirly 
heavy,  and  that  when  it  falls  it  produces  an  appreciable  blow. 
Each  of  the  three  instruments  has  been  subject  to  this  shock 
hundreds  of  times,  but  has  shown  no  sign  of  decay  under  it. 

Perhaps  I  may  be  permitted  to  say  that  I  do  not  advance 
the  principle  of  the  magnetic  circuit  as  at  all  novel.  It  has 
alrea(hr  been  embodied  in  several  weU-known  applications. 
But  I  believe  the  idea  is  here  made  subservient  to  new 
purposes. 

As  a  material  embodiment  of  a  standard  of  magnetism 
(magnetic  lines,  gausses,  or  whatever  else  may  be  the  right 
name)  I  find  it  helpful  to  many  students.  For  this  reason  I 
propose  to  adjust  future  instruments  of  this  size  to  a  round 
number  of  lines,  say  20,000  or  25,000,  which  will  facilitate 
calculations  arising  out  of  their  use. 

The  instrument  is  a  most  convenient  standard  for  measuring 
magnetic  quantities,  whether  it  be  the  lines  in  any  other 
magnet  or  the  vertical  and  horizontal  components  of  the 
earth's  field.  I  am  trying  to  use  it  for  developing  a  new 
method  of  determining  these  quantities. 

It  enables  me  to  simplify  the  magnetometer  method  for 
determining  magnetic  permeability.  Over  the  ordinary  mag- 
netizing coQ  I  wind  a  sufiicient  number  of  turns  of  a  secondarv. 
The  con  with  its  core  is  fixed  in  any  position  that  is  convenient, 
and  the  relative  number  of  lines  determined  by  the  mag- 
netometer deflexion  in  the  usual  way.  At  the  end  of  the 
magnetization  the  total  aJbsolute  number  of  lines  (corresponding 
to  tne  maximum  magnetometer  deflexion)  is  found  by  taking 
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a  throw  from  the  secondary  coil  when  the  magnetiziug  current 
is  reversed.  This  throw  is  then  compared  with  that  obtained 
from  one  of  the  inductors.  By  this  method  one  is  relieved 
from  measuring  distances  whose  cube  &c.  enters  into  the 
formula  for  reducing  the  observations. 

I  ought  not  to  close  without  acknowledging  the  help  given 
all  through  by  the  instrument-maker,  Mr.  G.  Bowron,  one  of 
whose  workmen,  Mr.  Collins,  suggested  the  convenient  method 
of  release  described  in  the  paper. 


XXXIII.  Notices  respecting  New  Books. 

Annals  of  British  Geology,  1890.     By  J.  P.  Blake,  M.A.,  F.Q.S. 
8yo.    352  pages.    Dulau  and  Co.    London,  1891. 

T^HE  author,  who  is  the  President  of  the  Geologists'  Association, 
-^  defines  this  work  as  '*  a  critical  digest  of  the  publications  and 
account  of  papers  read  during  the  year — with  personal  items." 
The  subject-matters  are  limited  to  notes  and  memoirs  supplied  by 
British  geologists  in  1890,  whether  actually  published,  or  merely 
announced  in  the  Reports  and  Proceedings  of  Societies  as  having 
been  read.  In  the  former  case  careful  and  often  full  abstracts 
are  here  given;  and  the  latter  (the  nos.  of  which  are  enclosed 
in  square  brackets)  serve  to  indicate  the  lines  of  thought  and 
research  taken  by  numerous  observers  and  thinkers,  the  results  of 
which  may  be  looked  for  in  future  Journals.  Papers,  maps,  and 
sections  (657),  having  relation  to  the  British  Isles,  are  mentioned 
at  pages  1-299 ;  papers  on  foreign  Geology,  published  in  Britain 
(95),  are  to  be  found  at  pages  299-339. 

General,  including  physical  and  theoretical,  Geology  comes  first 
in  the  subdivisions  of  subjects ;  then  strati  graphical  geology  accord- 
ing to  successive  formations  from  the  oldest  to  the  newest ;  next 
palaeontology,  with  vertebrates  and  invertebrates  in  zoological 
order,  down  to  sponges  and  microzoa ;  palseobotany,  mineralogy, 
petrology,  and  economics  succeed ;  maps  and  sections  follow ;  and 
then  foreign  geology  as  treated  in  British  papers,  in  order  Hke 
the  above.  Lastly,  there  are  what  are  termed  "  Personal  Items," 
as  to  the  Geological  and  other  Societies, — their  President4s,  new 
Fellows,  and  Awards, — ^also  the  holders  of  Geological  Professorial 
Chairs, — the  Staff  of  the  Geological  Survey  of  Great  Britain  and 
Ireland,  and  of  the  Geological  and  Mineralogical  Departments  of 
the  Natural-History  Branch  of  the  British  Museum,  and  other 
matters.  An  Index  of  Authors,  and  another  of  Periodicals  men- 
tioned in  the  text,  complete  this  comprehensive  and  well-arranged 
work. 

More  or  less  complete  bibliographic  lists  of  geological  books  and 
memoirs  are  supplied  periodically  in  several  countries  (England, 
France,  GFermany,  Bussia,  United  States,  &c.);  but  a  separate 
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annual  catalogue  raisonne  of  the  works  produced  in  each  country 
would,  the  author  suggests,  be  more  satisfactory  and  useful,  and 
more  likely  to  be  well  elaborated.  He  has,  therefore,  given  much  time 
and  energy  to  the  production  of  the  present  work,  which  is  not  a 
meagre  catalogue  with  contracted  notes  on  the  contents  of  papers, 
pamphlets,  and  books,  but  is  intended  to  be  readable  and  useful  to 
scientists,  conveying  all  the  important  facts  and  arguments  brought 
out  in  the  papers,  and  thus  indicating  the  actual  progress  of 
Geology  in  aU  its  branches,  as  advanced  or  treated  of  in  the  one 
Country  under  notice. 

The  British  area  with  its  actual  epitome  of  geological  phenomena, 
and  its  numerous  local  Societies  studying  the  same,  and  very  often 
taking  foreign  geology  also  into  their  consideration,  is  peculiarly 
fit  to  supply  an  annual  series  of  both  practical  and  theoretical 
observations,  worthy  of  full  notice  in  such  a  periodical  volume  as 
J.  F.  Blake's  *  Annals  of  British  Geology '  now  before  us. 

In  many  of  the  abstracts  composing  this  volume,  for  1890,  the 
author  offers  critical  observations,  enclosed  in  squai^e  brackets 
[  ],  where  the  facts  seem  to  be  obscure,  the  arguments  incomplete, 
or  the  conclusions  not  proved,  the  statements  thus  appearing  to  be 
obviously  erroneous  or  inconsistent.  8uch  interpolated  remarks, 
if  sound  and  well  directed,  may  be  valuable  as  well  to  the  writer 
criticised  as  to  the  reader  of  the  bibliography  ;  and  even  mistaken 
criticism,  the  author  thinks,  may  in  some  cases  be  better  than  none, 
being  merely  personal  opinion  open  to  correction. 

We  expect  that  few  geologists,  besides  t)ie  Author,  could  be 
found  equal  to  the  all-round  work  of  making  such  fair  and  lucid 
abstracts  of  numerous  papers  on  all  the  subdivisions  of  the  science 
as  those  in  the  present  volume.  A  sound  acquaintance  with  all 
the  subjects  has  made  him  also  an  able  critic,  rarely  influenced  by 
his  personal  views.  Thus  the  strictures  in  Article  no.  440,  p.  208, 
deserve  notice;  and  in  the  Articles  nos.  138  &  139,  pp.  52-^%^ 
several  apt  and  just  criticisms  come  in  where  wanted  to  support 
the  claims  of  the  Murchisonian  against  the  Sedgwickian  school, 
respecting  the  history  of  the  "  8ilurian-and-Cambrian  "  controversy, 
and  the  determination  and  naming  of  the  subdivisions  of  those 
palaeozoic  strata.  On  the  other  hand,  in  Article  no.  259,  at 
page  146,  the  first  half  of  the  critique  does  not  show  a  mastery  of 
the  sections  referred  to.  In  Article  no.  QQb^  at  pp.  305,  306,  the 
term  "  Coralline  Limestone  "  might,  according  to  the  fossils  men- 
tioned, have  been  accompanied  with  the  critical  correction  [Nulli- 
poran  Limestone].  So  also  in  Article  no.  249,  at  pp.  128,  129, 
the  critical  correction  [Polyzoan  Crag]  might  advisedly  have  fol- 
lowed the  term  "  Coralline  Crag." 

We  may  note  that  there  are  very  few  clerical  errors,  considering 
the  technical  character  of  the  text,  and  the  many  lists  of  strata, 
fossils,  analyses,  &c.  The  book  is  well  and  clearly  printed ;  and 
with  its  varied  and  carefully  collected  information,  as  noticed 
above,  must  be  of  great  use  to  geologists  in  many  ways.  We  hope 
that  it  will  be  well  supported,  and  continued;  so  that  succes- 
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sive  volumes  may  supplj  an  adequate  record  of  the  progress  of 
British  Geology,  which  is  an  important  element  in  the  studies  of 
geologists  all  over  the  world  To  local  workers  and  country 
Societies  it  will  be  of  great  service,  readily  giving  them  a  wide 
view  of  the  science^  and  bringing  their  publications  to  the  know- 
ledge of  the  general  body  of  geologists. 


XXXIV.  Intelligence  and  Miscellaneous  Articles. 

ON  THE  REFRACTION  OF  SOUND,  AND  ITS  VELOCITY  IN  POROUS 
SUBSTANCES  PERMEABLE  TO  SOUND.      BY  N.  HESKHUS. 

npHE  author  gives  the  name  of  bodies  permeable  to  sound  to 
<L  porous  bodies  such  as  wadding,  eiderdown,  sponge-shavings, 
&c.,  which  are  reputed  to  be  bad  conductors  of  sound,  which  they 
transmit  more  or  less  freely  by  their  pores  filled  with  air.  Expe- 
riments on  the  propagation  of  sound  in  this  class  of  bodies  present 
great  interest  in  consequence  of  the  analogy  with  the  propagation 
of  light  in  transparent  media,  and  of  electrical  vibrations  in 
dielectrics. 

As  the  velocity  of  sound  in  the  interstices  of  a  porous  body  is 
less  than  in  air,  it  is  to  be  expected  that  by  means  of  these  bodies 
we  could  bring  about  the  refraction  of  sound.  A  hemisphere, 
25  centim.  in  diameter,  of  metal  gauze  filled  with  ebonite  shavings, 
and  closed  by  a  plane  sheet  of  the  same  gauze,  behaved  like  a 
plano-convex  lens  in  reference  to  the  sounds  of  a  Qalton's  whistle. 
The  experiment  may  even  be  repeated  in  a  lecture  provided  we  use 
a  Gore's  sensitive  flame  to  observe  the  strengthening  and  enfeeble- 
ment  of  the  sound.  The  well-known  formula  of  lenses  enables  us 
to  calculate  the  refractive  index  of,  and  therefore  the  velocity  of 
sound  in,  the  material  of  the  lens  as  a  function  of  its  principal 
focal  distance  and  its  radius  of  curvature.  The  velocity,  thus 
determined,  decreases  when  the  density  of  the  substance  of  the 
lens  is  increased  by  placing  more  shavings  in  the  same  envelope. 
The  velocity  v  may  be  calculated  by  the  following  empirical  formula, 

v=343(l— a)»»"«-^, 

in  which  343  (metres)  is  the  velocity  of  sound  in  air  at  18°  C, 
3  the  quotient  of  the  mass  of  the  shavings  filling  the  lens  by  the 
mass  of  a  lens  of  the  same  dimensions  of  solid  ebonite,  so  that 
1  ~  ^  expresses  the  quotient  of  the  volume  of  air  contained  in  the 
pores  by  the  volume  of  the  lens. 

The  value  of  the  wave-length  of  the  sound  employed  varied  in 
the  experiments  of  the  author  between  24  millim.  and  60  miUim., 
and  that  of  B  between  0'0356  and  0*1441 ;  the  velocities  calculated 
by  the  formula  of  lenses  from  these  data  being  comprised  between 
261  metres  and  146  metres. — Journal  de  Physique,  Dec.  1891 
from  SocietS  Physico-Ghimique  Russe. 
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XXXV.  On  the  Absorption- Spectra  of  some  C^per  Salts  in 
Aqueous  Solution.  By  TSoMAS  BwAN,  B.Sc.,  Ph.D,, 
BaUon  Scholar  in  Chemistry  in  the  Owens  College*. 

THE  following  research  was  undertaken  in  the  hope  of 
throwing  some  light  on  the  question  of  the  connexion 
between  the  absorption  of  light  by  salts  in  solution  and  their 
molecular  structure. 

On  diluting  a  solution  does  a  change  in  its  absorption- 
spectrum  take  place?  Whether  this  is  so  or  not  was  the 
first  point  which  I  attempted  to  decide  experimentally.  A 
number  of  researches  have  already  been  carried  out  which 
bear  on  this  question.  The  first  of  these  is  due  to  Beer  t, 
who  came  to  the  conclusion  that  a  change  in  the  concen- 
tration of  a  solution  has  the  same  effect  as  a  corresponding 
change  in  the  thickness  of  the  layer  through  which  the  light 

SEUsses.  The  measurements  of  Bunsen  ana  Boscoe  Xy  ^^^  o{ 
oUner  §,  were  in  agreement  with  Beer's  law.  Melde  ||,  in 
1865,  found,  by  a  qualitative  method,  that  the  law  held  good 
for  dilute  aqueous  solutions  of  fuchsine  ;  and  the  greater  part 
of  Yierordt'sif  measurements  also  agree  with  it. 

*  Gommmiicated  by  the  Author, 
t  Beer,  Pogg.  Arm.  Ixxxvi.  p.  78  (1862). 
X  BuDsen  and  Boscoe,  Pogg.  Ann,  d.  p.  242  (1867). 
J  Zollner,  Pogg.  Ann,  cix.  p.  264  (1860). 
II  Melde,  Po^.  Ann,  cxxvi.  p.  284  (1866). 

in  Vierordt,  Die  Amoefidung  des  hpectraJapparates,  etc.,  1873;  Die 
Qmntitative  Spedirakmaiys^,  etc.,  1876. 
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Lippich*,  in  1876,  observed  that  the  absorption-spectrum 
of  didymium  nitrate  is  different  in  strong  and  in  dilute 
solutions.    This  was  subsequently  confirmed  by  H.  Becquerel  t- 

In  1878  Glan  J  made  a  careful  series  of  measurements  on 
aqueous  solutions  of  several  salts  in  different  concentrations. 
He  found  differences  between  the  absorptions  of  strong  and 
dilute  solutions  of  about  the  magnitude  of  the  experimental 
error. 

Sette^ast§,in  1879,  foupd  a  small  decrease  in  the  absorption 
of  solutions  of  potassium  chromate  and  potassium  bichromate, 
with  increasing  dilution.  This  was  in  agreement  with  the 
observations  of  Glan;  while  Vierordt  (loc.  ciL),  Sabatier  ||, 
and  0.  Knoblauch  IF  found  a  small  increase  in  the  absorption 
of  the  more  dilute  solutions. 

0.  Hesse  **  (1880)  examined  alcoholic  solutions  of  cyanine, 
and  obtained  numbers  whi<jh  did  not  agree  with  Beer's  law. 
His  experimental  error  appears  to  have  been  rather  large, 
however  ;  and  more  recently  Ketteler  and  Pulfrich  ft  have 
shoTVTi  that  the  law  holds  accurately  for  such  solutions. 

The  measurements  of  Pulfrich  fj  and  of  Kriiss  §§  on 
potassium  permanganate,  and  of  Marshall  ||  (|  and  CNordenlTIF 
on  carbonyl  h£emoglobin  and  oxyhsemoglobin  respectively, 
show  that  in  these  cases  the  extinction-coefficients  are  not 
strictly  proportional  to  the  concentrations. 

The  measurements  of  B.  Walter***  on  solutions  of 
fluorescein  in  ammonia  show  that  Beer's  law  only  holds 
good  up  to  a  certain  concentration,  above  which  deviations 
occur. 

Knoblauch  tttj  finally,  was  unable  to  observe  any  difference 
between  the  spectra  of  strong  and  dilute  solutions  of  a  number 
of  salts  which  he  examined  ;  in  a  number  of  other  cases 
differences  were  observed. 

•  Lippich,  Wien.  Akad.  Atiz,  1876,  p.  93. 
t  Becquerel,  Qmpt  Rend,  cii.  p.  106  (1886). 
X  Glan,  Wied.  Arm.  ill.  p.  54  (1878). 
§  Settegast,  Wied.  Ann,  vii.  p.  242  (1879). 


II  Sabatier,  Compt.  Rend,  ciii.  p.  49  (1886). 
f  Knoblauch,  Wied.  Atm,  xliii.  p.  738  (1891). 


••  Hesse,  Wied.  Ann.  xi.  p.  871  (1880). 
tt  Ketteler  and  Pfclfrich,  Wied.  Ann.  xv.  p.  337  (1882). 
tt  Pulfrich,  Wied.  Ann,  xiv.  p.  177  (1881). 

§§  Kri'.8s,  G.  and  H., Kolorimetrie u.Qwmtibative  SpectreUanalyae,  p.  166 
(1891). 

nil  J.  Marshall,  see  Kriiss,  loc,  cit.  p.  211. 

1I1I  C.  Norden,  see  Kriiss,  he,  cit,  p.  210. 

•••  B.  Walter,  Wied.  Ann,  xxxvi.  p.  618  (1889) 

ttt  Knoblauch,  Wied.  Ann,  xliii.  p.  738  (1891). 
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It  would  appear,  therefore,  that  the  absorption-spectrmn 
of  a  substance  in  solution  is,  as  a  rule,  variable  to  a  greater 
or  smaller  extent  with  the  concentration. 

The  second  question  which  received  attention  was  the  con- 
nexion between  the  spectra  of  the  salts  of  the  same  acid  or 
base  in  aqueous  solution. 

Gladstone  *,  in  1857,  said  that  "  a  particular  base  or  acid 
has  the  same  effect  on  the  rays  of  light,  with  whatever  it  may 
be  combined  in  aqueous  solution/'  This  law,  he  found,  held 
good  generally  though  not  invariably;  and  this  conclusion 
was  afterwards  confirmed  by  the  researches  of  Bahr  and 
Bunsenf,  Bnnsen  |,  Landauer§,  Morton  and  Bolton  ||, 
Bussel  and  Lapraik  If,  Soret  **,  Bussel  ft*  Knoblauch,  and 
others. 

A  discussion  of  a  number  of  these  papers  is  to  be  found  in 
a  Report  on  Spectrum  Analysis  by  Dr.  Schuster  in  the 
Britisn  Association  Reports,  1882.  I  will  therefore  content 
myself  by  referring  to  it.  Morton  and  Bolton  foimd  that  a 
large  group  of  double  acetates  of  uranium  possess  the  same 
absorption-spectrum.  Knoblauch  found  in  one  experiment 
that  the  bands  of  the  nitrate  and  acetate  of  uranium  occupied 
the  same  position  in  dilute  solutions,  while  in  stronger 
solutions  they  had  different  positions.  The  chloride  and 
acetate  had  the  same  spectrum.  Russel  and  Lapraik  found 
that  the  nature  of  the  acid  had  no  influence  on  the  spectrum 
of  uranic  salts  ;  while  OeflSnger  (Dissertation  quoted  by 
Knoblauch)  apparently  found  no  two  salts  of  uranium  with 
the  absorption-bands  in  exactly  the  same  position.  The  dis- 
crepancies are  perhaps  due  to  the  different  observers  using 
solutions  of  different  concentrations. 

Knoblauch  has  shown  that,  even  in  the  most  dilute  solu- 
tions, the  spectra  of  the  copper  and  potassium  salts  of  eosin 
are  not  identical. 

The  photometric  researches  bearing  on  this  question  are 
very  few  in  number.  The  work  of  SettegastJt  and  of 
Sabatier  §§  shows  that  potassium  and  ammonium  bichromates 

•  Gladstone,  PhiL  Mag.  (4)  xiv.  p.  418  (1867),  and  Joum.  Chem.  Soc. 
X.  p.  79  (1868). 

t  Bahr  and  Bunsen,  liebig's  Ann.  cxxxvii.  p.  20  (1866). 

t  Bonsen,  Pogg.  Ann.  cxxviii.  p.  100  (1866). 

§  Landauer,  Berliner  Ber.  xi.  n.  1772  (1872). 

II  Morton  and  Bolton,  Chem.  News,  xxviii.  p.  47  (1878). 

il  Russel  and  Lapraik,  Nature,  zxxiy.  p.  610  (1886). 

••  Soret,  Compt.  Bend.  Ixxxvi.  p.  708  (1878). 

tt  Russel,  Proc.  Roy.  Soc.  xxxii.  p.  268  (1881). 

1 1  Setteffast,  Wied.  Ann.  vii.  p.  242  (1879).  f  See  also  Ostwald,  Zett.  Phyi 

§S  Sabatier,  Ompt.  Bend,  dii  p.  49  (1886).  |      Chem.  ii.  p.  78  (1888>. 
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and  chromic  acid   have  verj"  nearly  the   same   absorption- 
spectrum,  while  that  of  potassium  cliromate  is  quite  different. 

Erhardt*  found  that  the  violet  solutions  of  potassium  and 
ammonium  chrome-alums  and  of  chromium  sulphate  have 
identical  absorption-spectra,  while  that  of  chromic  chloride 
is  only  very  slightly  different.  The  spectra  of  the  other 
salts  examined  were  considerably  different. 

As  may  be  seen  from  the  foregoing  historical  summary 
the  experimental  material  is  hardly  sufficient  to  decide 
whether  the  absorptions  of  acid  and  wise  in  aqueous  solution 
are  really  independent  or  not.  In  strong  solutions,  speaking 
generally,  they  are  not ;  but  on  dilution  changes,  greater  or 
smaller,  occur,  and  it  is  natural  to  inquire  whether  there  is  a 
limiting  dilution  beyond  which  no  further  change  in  the 
absorption  occurs,  and  secondly,  supposing  that  the  limit 
exists,  whether  the  acid  and  base  will  exercise  their  absorptions 
independently  of  each  other  in  solutions  more  dilate  than  the 
limit. 

To  obtain  answers  to  these  questions,  it  was  necessary^  to 
make  photometric  measurements  of  the  fraction  of  the'light 
of  each  wave-length  absorbed  by  a  molecule  of  different  salts 
of  the  same  metal  in  solutions  of  different  concentrations. 
The  salts  of  copper  were  used,  as  they  seemed  to  form  a 
suitable  material  for  the  measurements. 

A  preliminary  set  of  measurements  was  made  by  a  method 
not  unlike  that  used  by*  Knoblauch  tj  but  I  believe  slightly 
more  accurate,  owing  to  the  fact  that  it  allows  the  spectra  of 
the  two  solutions  which  are  being  compared  to  be  seen  simul- 
taneously, side  by  side,  in  the  spectroscope.  A  short  description 
of  it  may  therefore  not  be  out  of  place. 

The  spectroscope  used  was  a  one-prism  graduated  arc 
instrument,  by  Hilger.  The  prism  had  a  dispersion  from 
A  to  H  of  about  6°  20'.  The  solutions  were  contained  in 
troughs  in  such  a  way  that  a  long  layer  of  a  dilute  solution 
could  be  compared  with  a  short  layer  of  a  correspondingly 
strong  one.  The  lengths  of  the  layers  and  the  concentrations 
of  the  solutions  were  always  taken  inversely  proportional 
to  each  other ;  so  that  the  light  in  both  cases  passed  through 
the  same  amount  of  copper  salt.  In  order  that  it  should  also 
pass  through  the  same  amount  of  water  in  each  case,  a  long 
tube  full  of  water  was  placed  in  front  of  the  short  tube  con- 

*  Erhardt,  Inaug^ural  Dissertation,  Freiberg,  1875  P 
t  These  experiments  were  carried  out  in  January  and  February  1891  ; 
that  is,  several  months  before  Knoblauch's  paper  was  published. 
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tainmg  the  concentrated  solution.     The  diagram,  fig.  1,  will 
make  the  arrangement  sufficiently  clear. 


A  B  C  18  a  trongh  having  a  movahle  water-tight  partition  of 
glaas  at  B.  D  E  was  the  compensating-tube,  full  of  distilled 
water ;  F  G  the  tube  destined  to  contain  the  concentrated  solu- 
tion. A  B  and  D  E  were  each  888  millim.  long,  and  B  C  and 
F  G  each  102  millim.  The  light  coming  from  a  large  Argand 
burner  was  rendered  approximately  parallel  by  means  of 
a  lens.  The  two  bundles  of  light,  after  traversing  the 
solutions,  pass  through  the  glass  cube  H,  by  which  means 
the  two  spectra  are  seen,  the  one  above  the  other,  and  only 
separated  by  a  narrow  black  band  due  to  the  edge  of  the 
cube,  which  was  not  quite  sharp.  The  experiments  were 
carried  out  as  follows  : — The  tubes  B  C  and  F  G  were  filled 
with  a  strong  solution  of,  say,  copper  sulphate,  and  the  tubes 
AB  and  DE  with  distillea  water.  The  volumes  put  into 
A  B  and  B  C  were  proportional  to  the  lengths  of  the  two 
parts.  The  lamp  was  then  arranged  so  that  the  two  spectra 
appeared  equally  bright,  and  as  nearly  as  possible  the  same  in 
every  respect ;  measurements  of  both  were  then  made.  The 
movable  partition  at  B  was  then  removed,  the  solution  in  B  0 
mixed  with  the  water  in  AB^  the  partition  replaced,  and 
measurements  made  again  of  the  spectrum.  By  this 
means  any  change  due  to  dilution  which  occurred  would  be 
detected.  The  absorption  of  the  copper  salts  examined 
consists  of  a  strong  general  absorption  in  the  red,  and  a 
greater  or  smaller  absorption  in  the  violet  and  blue.  The 
readings  were  made  by  means  of  a  vertical  fibre  of  silk  in  the 
eyepiece  of  the  observing-telescope.  The  positions  of  the 
extreme  ends  of  the  luminous  spectrum  were  read,  and  also 
the  positions  in  which  the  silk  nbre  was  just  visible  against 
the  luminous  background  of  the  spectrum.  The  spaces 
between  these  readings  were  taken  as  the  penumbra.  The 
measurements  made  on  the  divided  arc  of  the  spectroscope 
were  reduced  to  wave-lengths  by  interpolation  in  a  curve 
constructed  from  measurements  of  various  known  lines,  which 
were  repeated  from  time  to  time. 


Digitized  by 


Google 


322 


Bfi  T.  Ewan  on  the  Absorption'Speetra  of 


The  following  table  contains  the  numbers  obtained  for  copper 
chloride.  Under  Xi  are  the  wave-lengths  of  the  tuf  o  positions 
read  for  concentrated  solutions;  under  X^  the  same  read- 
ings, for  dilute  solutions.  The  dilute  solutions  were  about 
-^  the  concentration  of  the  strong  solutions.  The  numbers 
are  all  the  means  of  two  or  three  readings,  and  the  concen- 
trations are  given  in  gram-equivalents  of  salt  in  1  litre  of 
solution.  The  cUfferences  are  taken  so  that  a  positive  dif- 
ference means  an  increase  in  the  length  of  the  visible  spectrum, 
and  vice  verad. 

Table  I. — Copper  Chloride. 


Con- 

Violet  end. 

Bed  end. 

oaitration 
of  strong 
BolotioiiB. 

Xr 

K 

\-K 

K 

K 

K-K 

4-261 

478-7 
486-8 

429-6 
4430 

+491 
+43-8 

528-4 
543-2 

531-2 
540-8 

+2-8 
-2-4 

21305 

451-0 
463-0 

439-0 
4510 

+12-0 
+12-0 

537-2 

551-6 

539-6 
552-4 

+2-4 
+0-8 

1-7044 

431-0 
444-6 

427-6 
437-2 

+  3-4     i 
+  7-4 

572-0 
576-4 

567-8 
579-4 

-4-2 
+3-0 

1-3612 

426-2 
435-8 

421-0 
428-0 

+  5-2 

+  7-8 

575-2 
579-8 

575-0 
577-4 

-0-2 
-2-4 

1-227 

424-0 
430-6 

415-4 
427-0 

+  8-6 
+  3-6 

580-6 
584-0 

580-6 
584-0 

±2 
+0 

1-018 

414-8 
420-8 

412-4 

417-8 

+  2-4 
+  3-0 

596-6 
602-0 

596-6 
602-0 

±0 
+0 

The  temperature  varied  from  15°  to  17°'2  on  different  days. 
The  wave-length  of  the  extreme  violet  end  of  the  spectrum 
when  the  trough  was  filled  with  distilled  water  was  found  (on 
different  days)  416;0,  417'2,  and  411-2.  This  shows  that  the 
more  dilute  solutions  transmitted  the  whole  of  the  violet 
light.  The  average  difference  of  a  single  reading  from  the 
mean  was  about  + 1*5  units  in  the  wave-length. 

The  above  numbers  show  that  the  position  of  the  absorption 
at  the  red  end  of  the  spectrum  does  not  vary  with  dilution. 
The  differences  vary  irregularly  in  sign,  and  are  of  about  the 
magnitude  of  the  experimental  error.  The  absorption  in  the 
violet  (which  extends  into  the  green  in  the  case  of  the  strongest 
solution)  disappears  on  dilution,  so  that  a  layer  of  102  millim. 
of  a  solution  containing  about  1  gram-equivalent  of  salt  in  a 
litre  shows  no  noticeable  absorption.  No  change  can,  of 
course,  be  seen  on  further  dilution  ;  it  would,  however,  be 
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rash  to  conclnde  that  the  change  has  reached  a  limit  at  a 
dilution  of  1  gram-equivalent  in  a  litre,  as  with  an  Argand 
burner  the  visible  spectrum  only  extends  to  about  halmay 
between  G  and  H;  it  probably  goes  on  till  much  greater 
dilutions  are  reached,  only  in  the  ultra-violet. 

Table  II. 


CuSO,. 

Cton- 
oentration 
of  strong 
solution. 

Violet  end. 

Bed  end. 

K 

X,. 

K'^r 

K 

X,, 

x,.x,. 

1-89 

419-2 
4280 

419-2 
427-4 

+00 
-I-0-6 

657-0 
568-4 

557-3 
568-4 

+0-3 
±00 

Cu(N03), 

4-4323 

429-0 
440-2 

429-7 
438-3 

-0-7 
+1-9 

525-7 

527-8 

525-7 
527-8 

0-0 
00 

The  concentration  appears  to  have  no  influence  on  the 
spectra  of  copper  sulphate  and  nitrate.  This  agrees  with  the 
results  of  Knoblauch ;  but,  as  will  be  seen  later,  this  is  not 
quite  accurate,  the  concentration  really  exerting  a  small 
influence  on  the  spectra. 

Comparisons  of  the  absorptions  of  CuCl2  and  CufNOs)^  in 
tolerably  dilute  solutions  showed  that  no  appreciable  difierence 
exists  between  them.  The  numbers  obtained  are  given  in 
Table  III.  (p.  324). 

This  method  of  merely  comparing  the  limits  of  the  spectra 
of  two  solutions  does  not  appear  to  be  sufficiently  accurate. 
It  is  quite  possible  that  general  absorptions  may  exist  in 
a  spectrum  which,  not  being  sufficiently  large  to  altogether 
extinguish  the  light  at  any  place,  may  pass  unnoticed.  For 
example,  the  photometric  measurements  made  on  a  strong 
solution  of  copper  nitrate  showed  that  it  exerts  a  small  general 
absorption  over  the  violet  part  of  the  spectrum.  This  entirely 
escaped  detection  bythe  method  described. 

According  to  B.  Walter  *,  the  width  of  the  penumbra  round 
an  absorption-band  is  connected  closely  with  the  presence  of 

♦  R  Walter,  Wied.  Ann.  xxxvi.  p.  523  (1889).  Compare  Bohlendorft; 
Wied.  Ann.  xliii.  p.  784  (1891). 
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more  complex  molecular  aggregates  in  the  solution.  On 
dilating. a  strong  solution  of  copper  chloride,  he  found  a 
sudden  change,  at  a  certain  point,  in  the  width  of  the 

?enumbra,  due  to  the  breaking-up  of  the  complex  molecules, 
able  lY.  (p.  324)  contains  the  measurements  of  the  breadth 
of  the  penumbra,  calculated  from  Table  I.,  for  a  number  of 
solutions  of  copper  chloride. 

On  the  whole  the  numbers  cannot  be  regarded  as  showing 
any  sudden  diminution  in  the  breadth  of  the  penumbra.  The 
variations  appear  to  be  accidental,  and  are  probably  due  to 
variations  in  the  brightness  of  the  spectra  caused  by  alterations 
in  the  relative  positions  of  the  lamp  and  the  tubes  containing 
the  solutions. 

Photometric  Results, 

The  method  of  Vierordt  was  employed,  the  instrument  used 
being  a  universal  spectre- photometer  by  A.  Kruss  of  Hamburg. 
As  this  instrument  has  already  been  described  elsewhere*,  no 
lengthy  description  of  it  will  be  necessary.  The  apparatus 
consists  of  an  ordinary  spectroscope,  the  slit  of  which  is 
divided  into  two  halves,  each  of  which  opens  symmetrically, 
and  in  an  accurately  measurable  manner,  Tby  means  of  micro- 
meter-screws, the  heads  of  which  carry  circles  divided  into 
100  parts.  By  this  means  it  is  possible  to  vary  the  brightness 
of  the  upper  and  lower  halves  of  the  spectrum  independently 
of  each  other  by  varying  the  width  of  the  slits.  A  second 
slit  in   the  eyepiece   of  the   observing-telescope    makes   it 

Possible  to  cut  out  a  band  in  any  part  of  the  spectrum, 
he  position  of  the  centre  and  of  the  edges  of  this  slit 
(whicn  also  opens  symmetrically)  can  be  read  off  by  means 
of  micrometer-screws. 

The  ocular  slit  was  opened  56  divisions  (on  its  screw), 
which  corresponds  to  a  breadth  of  about  0*27  millim.  This 
divided  the  whole  length  of  the  visible  spectrum  into  19 
parts,  in  each  of  which  measurements  were  made. 

For  an  account  of  the  precautions  which  must  be  taken  in 
using  the  instrument  it  will  be  sufficient  to  refer  to  the  works 
of  G.  and  H.  Kriiss  and  of  Vierordt,  more  especially  Die 
Anwendung  des  Spectralapparates  zur  Photometrie  der  Ah^ 
sorptions-spectren  (Tubingen,  1873). 

The  solutions  were  contained  in  cells  of  various  lengths. 
As  the  measurements  are  most  accurate  when  the  absorption 
lies  between  50  and  85  per  cent,  of  the  total  light,  the  length 

*  BericMe,  xix.  p.  2739  (1886) ;  Zeitschrift  anal.  Chem,  xxi.  p.  182 
(1882) ;  G.  &  H.  Kruss,  Kolorimetrie,  p.  90  et  seq. 
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of  layer  was  ohosen  so  that  the  absorptions  to  be  measnred 
should  as  often  as  possible  fall  between  these  limits.  Three 
cells  were  used — viz.  a  Schulz  cell,  the  glass  cube  of  which 
had  a  thickness  of  1*006  centini.,  and  two  troughs,  7*64  and 
22*86  centim.  long  respectively.  When  using  these  troughs 
the  liquid  only  filled  the  lower  half^  the  meniscus  being  placed 
at  the  level  of  the  division  between  the  two  halves  of  the 
double  slit.  As,  however,  this  produces  a  black  band,  about 
2  millim.  broad,  between  the  two  spectra,  thereby  greatly 
increasing  the  difficulty  of  comparing  their  brightness,  a  flint- 
glass  rhomb  was  placed  between  the  trough  and  the  slit,  in 
the  same  way  as  in  Hiifaer's  spectro-photometer*.  The 
arrangement  is  shown  in  fig.  2. 

Fig.  2. 


The  ends  of  the  trough  were  provided  with  screens  of 
blackened  card  of  sufficient  width  to  prevent  reflexions  from 
the  sides  of  the  trough  or  from  the  meniscus.  The  source  of 
light  was,  as  before,  the  Argand  burner.  The  measurements 
were  made  in  a  dark  room,  and  extraneous  light  shut  off  from 
the  apparatus  as  much  as  possible  by  screens,  and  from  the 
eye  of  the  observer  by  a  piece  of  black  velvet  which  covered 
the  eyepiece  of  the  observing-telescope.  The  light  from  the 
Argand  burner  was  concentrated  by  means  of  two  lenses  on  a 
hole,  about  ^  inch  diameter,  in  a  black  screen,  and  after 
passing  this  was  made  parallel  by  a  lens  of  about  15  inches 
focal  distance.  The  light  thus  obtained  was  rather  faint,  but 
it  was  not  found  possible  to  obtain  reliable  results  otherwise. 
The  salts  examined  were  carefully  purified  and  the  solutions 
made  with  twice  distilled  water.  They  were  filtered  imme- 
diately before  being  examined  througti  fine  Swedish  filter- 
paper.  All  the  solutions  were  analysed  after  being  filtered, 
as  the  filtration  made  a  small  difference  in  the  concentration. 
The  analyses  were  made  by  the  very  convenient  method — 
titration,"  with  thiosulphate  solution,  after  adding  excess  of 
potassium  iodide — described  by  Westmoreland  f.     The  con- 

*  Zeit,  Fhys.  Chem,  iii.  p.  662  (1889). 
t  Journ.  Soc,  Chem.  Ind.  1886,  p.  48.      . 
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centraiions  are^  as  before,  given  in  gram  equivalents  in  one 
litre  of  solution. 

The  mea8uremen<|s  are  made  as  follows  : — The  cell,  either 
empty  or  filled  with  distilled  water,  is  adjusted  before  the  slit 
of  the  spectroscope  on  a  suitable  stand,  and  the  ratio  of  the 
intensities  of  the  light  which  has  passed  through  the  upper 
and  lower  halves  of  the  trough  is  read,  in  various  parts  of  the 
spectrum.  This  gives  the  correction  to  be  applied  on  account 
of  the  apparatus.  The  solution  is  now  placed  in  the  trough, 
and  readings  made  through  as  much  of  the  spectrum  as  pos- 
sible. Ten  or  more  single  readings  were  made  in  each  region 
and  the  mean  taken. 

The  formulae  which  I  have  used  in  reducing  the  results 
are: — (1)  For  the  Schulz  cell. 


(1-/9')*.  a 
(2)  For  the  ordinary  troughs, 

where 

width  of  lower  slit    ,,     ,  x     i.     •      i 

a  =•    .,.,     A jiT,  the  two  spectra  having  been  made 

width  of  upper  shr  ^  ® 

of  equal  brightness,  and  the  empty  trough  being  before 

the  slit. 

b  is  the  same  ratio  when  the  trough  contains  the  solution. 

p  the  fraction  of  the  incident  light  absorbed  by  the  dissolved 

substance. 

y  =  the  fraction  absorbed  by  the  water. 

fi  =  loss  by  reflexion  at  surface  between  ends  of  trough 

and  air. 

^  s  loss  by  reflexion  at  surface  between  Schulz  cube  and  air. 

/8"  =  loss  by  reflexion  at  surface  between  ends  of  trough  and 

solution. 

/S'^^  =  loss  by  reflexion  at  surface  between  Schulz  cube  and 

solution. 

The  loss  of  liffht  due  to  the  absorption  of  the  water  was 
calculated  from  the  numbers  of  Htifner  and  A^brecht*.  The 
following  table  contains  the  numbers  which  were  used  in 
reducing  the  results. 

♦  Wied.  Ann.  xKi.  p.  1  (1891). 
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Beg:ioiiin 

(1-p') 

for  22-87  centim. 

Spectrum. 

for  7*64  oentim. 

X627-7-X  599-4 

000108 

0-981 

599-4—  574-2 

0-00073 

0-987 

••••• 

674-2—  551-6 

000039 

0-993 

0-980 

551-6-   534-1 

0-00026 

0-996 

0-986 

534-1-   618-2 

0-00019 

0997 

0-990 

518-2-   502-3 

000018 

0-997 

0-990 

502-3—   488-3 

0-00017 

0-998 

0-991 

488-3—   474-6 

000016 

0-992 

474.6—  462-8 

0-00015 

0-993 

The  quantity  (1— p)  is  the  fraction  of  the  incident  light 
which  has  escaped  being  absorbed  by  the  dissolved  substance^ 
and  is  dependent  on  the  length  of  layer  and  concentration 
of  solution.  In  order  to  obtain  comparable  numbers,  the 
extinction-coefficients  and  absorption-ratios  have  been  calcu- 
lated from  the  values  of  (1— o).  A  few  words  on  the  con- 
nexion of  these  quantities  witn  one  another  are  perhaps  not 
altogether  superfluous. 

According  to  Lambert's  law  we  have 

F=I«», (1) 

where  T  is  the  light  transmitted  by  a  layer  of  thickness  n,  of 
a  substance  the  coefficient  of  transmission  of  which  is  a.  I  is 
the  original  intensity  of  the  light. 

Bunsen  and  Roscoe  *  define  the  extinction-coefficient  as  the 
reciprocal  of  that  length  of  layer  of  a  solution  which  will 
reduce  the  intensity  of  light  by  absorption  to  ^  of  its  original 
value. 

Substituting,  therefore,  in  equation  (1),  Vss^^  1=1,  and 

«=-,  we  get  ^=a' 

(2) 


or 


6=  — log  a 

From  equation  (1)  we  have  also 

— n  log  «=  log  I—  log  !'• 
Substituting  the  value  of  —log a  and  putting  1=1,  we  get 

logF 
n 

V  is  the  quantity  which  before  has  been  called  (1— />). 
•  Pogg.  Ann.  ci.  p.  235  (1867). 
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Farther,  according  to  Beer's  law,  if  there  are  two  solutions 
of  the  same  substance,  of  concentrations  c  and  (/,  and  in 
lengths  of  layer  I  and  V,  such  that 

Cl=^(/Vy (1) 

they  will  absorb  the  same  fraction  of  the  light  which  passes 
through  them. 

Suppose  they  both  transmit  the  fraction  I',  then 


6=- 


/ 


I' 


(2) 


e  and  ^  being  the  extinction-coefficients  of  the  two  solutions. 
From  (1)  we  find 

Cl  _  </V  /QX 

""logF""     1^^^ ^^ 

and  from  (2)  and  (3),  finally,  we  have 

c       (/ 

That  is,  the  concentration  is  proportional  to  the  extinction- 

coefficient,  and  -  =A.    A  is,  if  Beer's  law  is  true,  a  constant 

only  dependent  on  the  wave-length  of  the  light  and  on  the 
nature  of  the  substance.  The  quantity  A  is  called  by 
Vierordt  the  absorption-ratio  (Ahsorptions-verhdltmss). 

The  following  example  will  make  the  method  of  reducing 
the  results  clear  : — 

Solutiou  of  OuOlj,  concentration  =  2*  113  gr.  eq.  in  1  litre. 

Trough  7'64  centim.  long. 

The  apparatus-correction  a  was  found  1*003,  as  a  mean  of 
25  readings  in  various  positions  in  the  spectrum. 

The  following  readings  were  taken  with  the  solution  in  the 
trough,  in  the  region  between  \518'2  and  \  502*3. 


Breadth  of 
apper  slit. 

Lower  slit 
Upper  slit* 

Number  of 
Beadings. 

Greatest 

difference 

between  two 

Beadings. 

Mean  (6). 

140 
100 

•484 
•487 

6 
6 

3-8 1 
2-3  J 

0-486 

The  refractive  index  of  the  ends  of  the  trough  was  1*526. 
.,  ,,  of  the  solution  was     .     .         1*362. 
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13  and  /8''  are  calculated  by  Fresnel's  fo"»^I*~(  ^;i[ri  j  ' 

which  gives  /9= 0-0433  and  /8"= 0-00325.  The  fraction  of 
light  transmitted  by  7-64  centim.  of  water  is  taken  from 
Table  V.  Putting  these  values  into  the  expression  given  for 
the  ordinary  trou^s,  we  get 

0-485  X  (1-0-0433)' 
^^    ^^-(l--00325)^x  0-997x1-003 
.     .  =0-4473. 

As  ^^    log(i-y) 

where  I  =  length  of  layer, 

•     •         U=-\og{l-p) 
=0-34944, 


Again, 


A=! 


el. 

'71' 


log  A=  log  c  +  log  I — log  el 

=  log  (2-113)  +  log  (7-64)-  log  (0-34944) ; 
c  =  concentration  in  gram  equivalents  in  1  litre  of  solution. 
On  calculating  out  the  above  expression, 

A=46-2. 

Probable  Error. 
As  there  is  no  reason  why  the  error  should  be  greater  in 
one  set  of  measurements  than  in  another  (the  measurements 
being  all  of  the  same  kind),  I  have  only  calculated  it  for  one 
set  of  numbers,  obtained  with  a  solution  of  copper  chloride 
containing  2*113  equiv.  in  1  litre.  The  probable  error  was  cal- 
culated by  the  formula  +  0-6745  \/ -7 : 

are  contained  in  Table  VI.  ^   ~^'*""-' 

Table  VI. 


n(n-iy 


The  results 


Region  in 
(Spectrum. 

Number  of 
Readings. 

(l-i»). 

Y. 

Z. 

651-6— 6341 

16 

0H)83 

±0-0014 

±3-5 

6341— 618-2 

15 

0-2599 

-0016 

1-3 

618-2 -^502-3 

10 

0-4856 

•00289 

1-3 

602-3—488-3 

15 

0-7020 

•00371 

M 

488-3-474-6 

16 

0-7972 

•00469 

1^3 

474-6-4628 

10 

0-7676 

•00616 

1-7 

462-8— 452-2 

10 

0-6125 

•00410 

1-6 

462-2-443-1 

10 

0-3893 

■00576 

3-5 

4431^434-2 

6 

01890 

•00334 

8^7 
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The  final  value  of  (1— p)  is  calculated  from  two  photo- 
metric measurements  of  the  same  kind ;  one,  the  correction 
for  the  apparatus,  the  other  the  measurement  of  the  light 
which  passes  through  the  solution.  These  will  both  be  sub- 
ject to  an  error  of  the  magnitude  given  in  column  Y.  The 
probable  error  of  the  final  result  will  therefore  be  double  this 
amount.  The  numbers  in  column  Z  represent  this  final  error, 
calculated  as  percentages  of  (1  — jf>).  The  lar^e  error  in  the 
violet  is  due  to  the  small  intensity  of  the  light  used  in  that 
part  of  the  spectrum,  and  also  to  the  fact  that  the  eye  is  less 
sensitive  to  differences  in  the  intensity  of  light  in  tne  violet 
than  in  the  middle  of  the  spectrum.  At  the  red  end  of  the 
spectrum  a  special  error  makes  itself  felt.  The  measurements 
are  only  theoretically  accurate,  when  the  part  of  the  curve 
representing  the  intensity  of  the  light  in  the  part  of  the  spec- 
trum in  which  they  are  made  may  be  considered  as  a  hori- 
zontal line.  When  the  absorption-curve  of  the  substance 
under  examination  rises  or  falls  rapidly  this  is  no  longer  the 
case,  and  for  this  reason  the  measurements  on  the  copper 
salts  in  the  red  end  of  the  spectrum  are  less  accurate  than  in 
other  parts. 

My  first  measurements  on  the  absorptions  by  copper  sul- 
phate showed  a  lack  of  agreement  between  the  numbers  ob- 
tained with  the  same  solution  when  different  lengths  of  laj'er 
were  used.  This  was  found  to  be  due  to  the  light  not  being 
parallel,  as  the  differences  disappeared  when  parallel  light 
was  used.  Something  similar  appears  to  have  been  observed 
by  other  investigators.  Vierordt*  found  (with  a  lamp  15 
centim.  from  the  slit,  and  distilled  water  in  the  trough)  the 
ratio  of  the  intensity  of  the  light  which  had  passed  through 
the  empty  half  of  the  trough  to  that  which  had  passed  through 
the  water  to  be  0*8  ;  the  calculated  number  is  0*936.  Kriiss  t 
found  the  ratio  in  a  Schulz  cell  0*905,  that  calculated  being 
0*993.  I  also  found  the  ratio  in  a  Schulz  cell  0*91,  when  the 
hght  was  not  parallel. 

The  cause  of  these  differences  may  be  found  in  the  fact  that 
placing  a  layer  of  a  medium  with  a  greater  refractive  index 
than  air  in  the  path  of  the  light  has  the  same  effect  as  bring- 
ing the  light  nearer  to  the  slit  through  a  distance  which  is 

given  by  the  formula  ll^ j,  where  I  is  the  thickness  of  the 

layer  of  the  medium,  and  fi  its  refractive  index.  It  m^st  also 
be  remembered  that,  so  long  as  the  collimator  is  filled  with 
light,  an  alteration  in  the  distance  of  the  lamp  makes  no  dif- 
ference in  the  intensity  of  the  light  in  the  spectrum.  The 
*  Anwendung  &c  pp.  5  and  24.  t  Kolorimetrie,  p.  163. 
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distance  of  the  lamp  must  therefore  be  measured  from  the 

f)oint  at  which  the  collimator  just  ceases  to  bo  filled  with 
ight.  A  comparison  with  a  set  of  measurements  made  with 
pure  water  showed  that  at  least  a  considerable  part  of  the 
difference  observed  is  to  be  explained  in  this  way. 

The  following  Tables  contain  a  number  of  measurements 
which  were  made  with  parallel  h'ght  and  distilled  water  in  the 
troughs.  The  good  agreement  found  between  the  calculated 
and  observed  numbers  shows  that  the  loss  of  light  due  to  ddst 
in  the  liquids  cannot  have  been  very  great.  I  is  the  ratio  of 
the  intensities  of  the  light  after  passing  through  the  upper 
and  lower  halves  of  the  trough. 


Tablb  VII. 

Begion  in 
Spectrum. 

I  (found).     I  (oalcuktod). 

Difference. 

Schuiz  Cell. 

X599-4-X  574-2 
551-6—  5341 

0985 
0-991 

0-987 
0-985 

+0-002 
-0006 

Schulz  Cell. 

X  627-7— X  599-4 
599-4—  574-2 
574-2—   551-6 
551-6-   534-1 
518-2-  502-3 

0-988 
0-979 
0982 
0-985 
0-988 

0-987 
0-987 
0-986 
0-985 
0-985 

+0-004 
+0008 
+0-004 
±0-000 
-0-003 

Laye 

r  of  water,  7*64  centim 

. 

X627-7—X  599-4 
599-4—   574-2 
574-2—   551-6 
551-6—  534-1 
5341-   518-2 
502-3—  488-3 
488-3-  474-6 

0-949 
0-939 
0-948 
0-935 
0-926 
0-909 
0-919 

0-941 
0-935 
0-929 
0-927 
0-926 
0-926 
0-926 

+  +  I+  MM 

Layer 

of  water,  22-87  centin 

n. 

X534-1-X  518-2 
5023-  488-3 
474-6-   462-8 

0-927 
0-925 
0-917 

0934 
0-933 
0931 

+0-007 
+0-008 
+0014 

The  efiect  of  dust  would  be  to  make  the  observed  numbers 
higher  than  those  calculated.     This  is  sometimes  the 
sometimes  the  reverse. 
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Table  VIII.  contaiDS  the  details  of  the  measurements  made 
on  the  solutions  of  copper  salts. 

Under  c  are  found  the  concentrations  of  the  solutions^  in 
gram  equivalents  of  salt  in  1  litre  of  solution ;  under  I  the 
length  of  layer  in  centim. ;  6  is  the  extinction^coefficient^  and 
A  the  absorption-ratio. 

Table  VIII. 


Copper  Sulphate. 

e. 

/. 

Begion  in 
Spectrum. 

(l-i>). 

/.«. 

A. 

X.          X. 

2K)824 

1-006 

6277-699-4 

0-083 

1-08096 

1-89 

699-4-674-2 

0-2944 

0-63102 

3-85 

674-2~661-6 

0-4930 

0-30714 

6-66 

561-6-6341 

0-6985 

015582 

1312 

534-1-618-2 

0-8171 

0-08774 

23-25 

2-0824 

7-©4 

651-6— 634-1 

00611 

1-21424 

12-79 

6341-618-2 

0-22J0 

0-65357 

23-76 

518-2-602-3 

0-4454 

0-35130 

44-20 

602-3— 488-3 

0-6716 

017286 

89-8 

2-3803 

2287 

618-2-.602-3 

0-0697 

M5643 

47-07 

60-2-3-488-3 

0-2490 

0-6a386 

90-16 

4883—474-6 

0-5021 

0-29926 

181-9 

474-6-462-8 

06734 

017176 

316-9 

4fJ2-8— 462-2 

0-7723 

011-220 

485-2 

452-2-443-1 

08103 

0-09137 

695-8 

443-1—434-2 

0-7873 

0-10384 

6230 

434-2-427-0 

0-7846 

010635 

516-7 

(h2856 

7-64 

627-7— 699-4 

0-0614 

1-21468 

1-796 

699-4-674-2 

0-2290 

064017 

3-408 

674-2— 651-6 

0-4700 

0-32791 

6-654 

651-^-534-1 

0-6880 

016242 

13-43 

0-2842 

22-87 

674-2—561-6 

01077 

0-96793 

6-715 

661-6— 6341 

02930 

0-53305 

12-19 

5341-61 8-2 

0-5086 

0-29361 

22-14 

618-2-502-3 

0-6884 

0-16216 

4008 

602-3-488-3 

0-8377 

0-07690 

84-52 

Copper  i 

Chloride. 

4-211 

1-006 

699-4— 574-2 

0-0799 

1-09711 

3-86 

674-2-551-6 

0-2403 

0-61918 

6-84 

661-6—634-1 

0-4971 

0-30365 

13-95 

6341-518-2 

0-6987 

0-15673 

27-20 

5l8-2-602'3 

08339 

0-07888 

63-70 

602-3-488-3 

0-8764 

0-05731 

73-92 

488-3-474-6 

0-7981 

009797 

43-24 

474-6-462-8 

06691 

0-18109 

23-39 

462-8—452-2 

0-4131 

0-38396 

1103 

462-2-4431 

0-2104 

0-67687 

6-26 
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Table  VIII.  (continued.) 


Copper  Chloride  (continue 

^d). 

c. 

/. 

Begion  in 
SpMtrum. 

(1--P). 

/.€. 

A. 

X.         X. 

2113 

1-006 

627-7— 599-4 

00787 

110406 

1-92 

599-4-574-2 

0-2536 

059594 

3-67 

574-2— 551-6 

0-4832 

0-31587 

6-73 

661-6— 5341 

0-6854 

0-16405 

12-96 

534-1- 518-2 

0-8187 

008687 

2447 

434-2-427-0 

0-7064 

016091 

1409 

2113 

7-64 

551-6-534-1 

0-0766 

1-11612 

1446 

534-1—518-2 

0-2394 

0-62092 

2600 

618-2— 502-3 

0-4473 

0-34944 

46-20 

502-3-488-3 

0-6467 

0-18029 

85-26 

488-3-474-6 

0-7344 

oi;mo6 

120-4 

474-6-462-8 

07064 

015093 

107-0 

462-8-452-2 

0-5637 

0-24896 

64-99 

452-2— 443-1 

0-3:^ 

0-44579 

36-20 

443-1-434-2 

0-1739 

075961 

21-25 

2117 

1006 

627-7-599-4 

0-0662 

1-17904 

1-81 

599-4-574-2 

0-2495 

0-60289 

3-53 

574-2-651-6 

0-4772 

0-32131 

6« 

551-6—534-1 

06796 

0-16776 

12-70 

434-2-427-0 

0-7029 

015313 

13-91 

0-4189 

7-64 

627-7—599-4 

0-0216 

1-66493 

1-92 

599-4-574-2 

0-1395 

0-85558 

3-74 

574-2-551-6 

0-3428 

0-46496 

6-88 

551-6-534-1 

0-5665 

0-24678 

1297 

0-4189 

22-87 

551-6—534-3 

0-1931 

0-71418 

13-41 

534-l--^18-2 

0-3996 

0-39833 

23-99 

518-2-502-3 

0-5962 

0-22460 

42-69 

502-3— 488-3 

0-7533 

0-12303 

77-87 

4883-474-6 

0-8496 

0-07084 

135-2 

Copper 

Nitrate. 

4-51 

100 

674-2-551-6 

0-159 

079398 

6-68* 

551-6-534-1 

0-401 

0-39449 

11-46* 

3  9916 

7-64 

534-1-518-2 

0-04011 

1-39671 

2183 

518-2— 502-3 

0-1560 

0-80675 

37-80 

50-2-3-488-3 

0-3535 

0-45165 

67  52 

488-3-474-6 

0-5184 

0-28532 

106-9 

474-6— 462-8 

0-6373 

0-19569 

156-8 

4(i2-8— 452-2 

0-6591 

018106 

168-4 

452-2-443-1 

0-6782 

0-16867 

180-8 

443-1—434-2 

0-6458 

018992 

160-6 

434-2—4270 

0-6125 

0-21289 

1432 

0-3652 

7-64 

627-7-599-4 

0-0415 

138174 

1-96 

1 

599-4—574-2 

0-1907 

071958 

377 

1 

674-2— 651-6 

0-3588 

0  44515 

609 

551-6—5341 

0-5824 

0-23480 

11-55 

0-3552 

22-87 

551-6—534-1 

0-2218 

0G5405 

12-42 

534*1- 518-2 

0-3616 

0-34477 

23-56 

518-2—502-3 

0-6669 

017593 

46-17 

502-3-488-3 

0-8208 

0-08576 

92-57 

*  These  numbers  were  obtained  with  light  which  was  not  paraUeL 
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The  refractive  indices  of  the  solutions  were  determined  for 
sodiam  light  as  follows : — 


Substance. 

Concentration. 

Berroctiye  Index. 

CuSO^  

21 
0-28 
42 
21 

1-365 
1-336 
1-388 
1-362 

OuCl 

Table  IX.  contains  the  absorption-ratios  of  all  the  solutions 
examined.  The  absorption-ratio  for  any  substance  in  solutions 
of  different  concentration  can  be  regarded  as  constant  when 
the  differences  of  concentration  are  small.  The  mean,  there- 
fore, of  the  numbers  obtained  with  the  solutions  of  nearly  the 
same  concentration  has  been  taken. 

Table  IX. 


Position  in 
Spectrum. 

CuSO». 

CuCL,. 

Cu(NO,V 

2eq. 

0-28  eq. 

4eq. 

2eq. 

0*4  eq. 

1-92 

374 

6-88 

1319 

23-99 

42-69 

77-87 

135-2 

4eq. 

0-36  eq. 

X.          X. 
6277—699-4 
6g9.4_574-2 
674-2-661-6 
651-6-634-1 
634-1— 518-2 
618-2-^2-3 
502-3-488-3 
488*3—474-6 
474-6-462-8 
4628-462-2 
462-2-4431 
443-1—434-2 
434-2--427-0 

1-89 
3-85 
6-66 
1295 
23-61 
45-63 
89-97 
181-9 
316-9 
485-2 
695-8 
523-0 
516-7 

1-79 

3-41 

6-81 

12-66 

22-05  1 

40-45 

8273 

143-2 

3-86 
6-84 
13-95 
27-20 
5370 
73-92 
43-24 
23-39 
11-03 
626 

1-86 

3-56 

6-68 

13-41 

25-23 

46-20 

85-26 

120-4 

1070 

64-99 

36-20 

21-25 

1400 

■6-68 
11-46 
21-83 
37-80 
67-52 
106-9 
155-8 
168-4 
180-8 
160-6 
143-2 

1-96 
377 
609 

ii-9y 

23-66 
46-17 
92-67 

The  absorption-spectrum  of  copper  sulphate  has  already 
been  measured  by  Glan  *.  He  has  given  his  results  in  the 
form  of  fractions  of  light  transmitted — (the  quantity  which  I 
have  called  (1  — p).  The  light,  in  Glan*s  experiments,  passed 
vertically  upwards  through  a  glass  trough,  in  the  lower  part 
of  which  was  a  layer  of  strong  copper  sulphate  solution,  and 
floating  upon  this  a  layer  of  distilled  water.  The  fraction  of 
the  light  transmitted  was  measured,  the  water  and  solution 
mixed  together,  and  the  measurement  repeated.  In  order  to 
compare  my  numbers  with  those  of  Glan  I  have  calculated 

•  Glan,  Wied.  Arm,  iii.  p.  64  (1878). 
2A2 
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from  the  measnrements  on  the  strong  solutions  the  part  of 
the  light  which  wonld  be  left  after  passing  throngh  a  lajrer  of 
1  centira.  thickness  of  a  solution  containing  2  gram  equivs.  of 
CUSO4  in  1  litre,  and  from  the  dilute  solutions,  the  fraction 
which  would  remain  after  passing  through  8  centim.  of  a 
solution  containing  0*25  equivs.  The  results  of  the  calcula- 
tion are  contained  in  the  following  Table : — 

Table  X. 


Begion  in 
Spectrum  (mean  X). 

Cono.  Solution. 

Dil.  Solution. 

Differenoe. 

612-6 

0-078 

0-077 

+0001 

6861 

0-302 

0-259 

+0043 

563-6 

0-501 

0-509 

-0008 

543-3 

0-701 

0695 

+0006 

6261 

0-822 

0-811 

+0-011 

609-7 

0-904 

0-892 

+0-012 

493-5 

0-950 

0-946 

+0004 

481-5 

0976 

0-968 

+0007 

Glan's  numbers  are  given  for  comparison  in  the  following 
Table:— 

Table  XI, 


MeanX. 

(1— ;>)oonc. 

(!-;>)  diL 

Difference. 

Dilution. 

674 

0-077 

0-073 

+0-004 

1/7 

669 

0156 

0-150 

+0-006 

1/7 

626 

0-336 

0-330 

+0-006 

1/5 

'657 

0-449 

0-441 

+0-008 

1/3 

557 

0-510 

0-507 

+0-003 

1/7 

/526 

0-822 

0-813 

+0-009 

1/3 

1526 

0-848 

0-854 

-0-006 

1/7 

With  the  exception  of  one  number  in  each  set  of  experi- 
ments, the  differences  are  all  in  the  same  direction.  They  are, 
it  is  true,  about  the  same  magnitude  as  the  experimental 
error,  but  the  circumstance  that  the  two  sets  of  numbers 
were  obtained  by  different  methods  and  with  different  instru- 
ments seems  to  point  to  the  existence  of  a  real  difference 
between  the  absorption  of  the  strong  and  dilute  solutions  of 
CUSO4.  It  is  not,  unfortunately,  possible  to  compare  the  abso- 
lute magnitudes  of  the  absorption,  as  Glan  has  only  given  the 
relative  concentrations  of  his  solutions  (last  column  Table  XI.). 
Glan's  strongest  solutions  were,  however,  evidently  saturated, 
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or  nearly  soj  and  his  experiments  are  therefore  comparable 
with  mine. 

The  changes  in  the  absorption-spectra  of  the  solutions  which 
occur  when  the  concentration  is  changed  are  very  clearly 
visible  in  the  curves  which  represent  the  absorption-ratios. 
These  are  drawn  for  convenience  with  the  divisions  of  the 
tangent-screw  as  abscissse  (instead  of  wave-lengths) ,  and  the 
values  of  the  absoi*ption-ratios  as  ordinates.  Curves  1  and  2 
belong  to  the  strong  and  dilute  solutions  of  copper  sulphate, 
3  and  4  represent  the  absorption-ratios  of  the  copper-chloride 
solutions  containing  about  4  and  2  equivalents  in  1  litre,  and 
5  belongs  to  Cu^rr03)2.  The  curves  of  the  most  dilute 
solutions  of  the  three  salts  lie  very  close  together  and  are 
almost  identical  with  No.  2.  The  great  similarity  of  the 
absorptions  of  these  three  solutions  is  best  seen,  not  by  com- 
paring their  ubsorption-raticjs,  but  by  comparing  the  fractions 
of  the  light  transmitted  by  them,  calculated  for  solutions 
containing  the  same  amount  of  copper,  and  for  unit  length  of 
layer.  The  comparison  is  carried  out  in  Table  XII.  Com- 
paring the  absorptions  in  this  way,  it  is  possible  to  see 
whether  the  differences  between  them  are  greater  than  the 
experimental  error  or  not.  This  is  very  difficult  when  the 
numbers  are  calculated  as  absorption-ratios,  as  the  errors  in 
the  measurements  are  much  exaggerated  in  parts  of  the  spec- 
trum where  the  absorption  is  small,  and  vice  versd. 

Table  XII.* 


Begion  in 
Spectrum. 

OuSO^. 

OuCla. 

OuSO, 
-CuCL,. 

^CuNO,V 

OuCL 
-Cu(NO,),. 

627-7— 599-4 
599-4-574-2 
674-2-551-6 
551  •6-6341 
6341-518-^ 
518-2—502-3 
502-3—4883 
488-3^74-6 

0-2775 
0-5089 
0-7130 
0-8333 
0-9008 
0-9447 
0-9725 
0-9840 

0-3018 
0-5403 
0-7157 
0-8398 
0-9087 
0-9474 
09709 
09831 

-00243 
-00314 
-0-0027 
-00065 
-00079 
-0-0027 
+0-0016 
+00009 

0-3096 
0-5430 
0-6854 
0-8254 
0-9009 
09513 
0-9759 

-0-0078 
-0-0027 
+0-0303 
+0-0144 
+00018 
-0-0039 
-0-0050 

The  numbers  for  copper  chloride  and  copper  nitrate  are 
very  similar,  the  differences  are  scarcely  larger  than  the 
experimental  error  and  vary  in  sign.  The  differences  between 
copper  sulphate  and  copper  chloride,  on  the  other  hand,  are 
nearly  all  in  the  same  direction  and  sometimes  considerably 
exceed  the  error  of  experiment. 

*  The  numbers  are  calculated  for  solutions  containing  1  equivalent  in 
1  litre. 
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Conclusions. 

It  is  at  once  noticeable  that  the  curves  representing  the 
absorption-ratios  of  all  the  solutions  appear  to  start  out  from 
the  same  point  at  the  red  end  of  the  spectrum  and  for  a  short 
distance  to  follow  an  identical  course,  diverging  more  and 
more  widely  as  the  wave-length  decreases.  It  appears  natural 
to  attribute  this  absorption  m  the  red,  which  is  common  to 
all  the  solutions,  to  the  common  constituent  copper,  and  to 
attribute  the  differences  partly  to  the  absorption  exercised 
by  the  acid  radical  itself,  and  partly  to  the  influence  which  it 
has  on  the  vibrations  of  the  copper.  Something  analogous  to 
this  influence  of  the  acid  radical  on  the  absorption  of  the 
copper  was  observed  by  Abney  and  Festing*  in  their  work 
on  the  absorption-spectra  of  organic  and  other  compounds  in 
the  infra-red.  They  found  that  a  number  of  definite  lines  in 
these  spectra  undoubtedly  were  due  to  hydrogen,  but  that 
the  number  of  them  and  their  relative  intensity  in  any  spec- 
trum were  dependent  on  the  other  atoms  with  which  the 
hydrogen  was  combined.  The  investigations  of  Hartley, 
Kriiss,  Vogel,  and  others  on  the  absorption-spectra  of  organic 
compounds  have  shown  that  the  absorption  of  light  by  a  sub- 
stance is  dependent  on  its  chemical  constitution.  Every  change 
in  the  nature,  number,  or  linking  of  the  atoms  causes  a  corre- 
sponding change  in  the  absorption-spectrum.  So  that  in  general 
when  two  substances  are  chemically  combined  the  absorption- 
spectrum  of  the  compound  will  be  different  from  that  of  the 
constituents.  On  the  other  hand,  when  two  substances  which 
are  not  chemically  united  exist  together  in  a  solution,  the 
absorption-spectrum  is  the  sum  of  the  two  separate  spectra. 
Arguing  backwards,  it  seems  probable  that,  if  two  substances 
in  a  solution  absorb  light  independently  of  one  another,  so 
that  replacing  one  of  them  by  something  else  makes  no 
difference  in  me  absorption-spectrum  of  the  other,  then  they 
are  not  chemically  combined.  In  the  dilute  solutions  of  the 
three  copper  salts  examined  this  appears  to  be — at  least  very 
nearly — the  case.  Replacing  SO^  by  CI3  or  by  (N08)2  makes 
very  little  difference  in  the  absorption,  tbougn  in  the  strong 
solutions  the  difference  made  by  such  a  replacement  is  very 
large.  One  would,  therefore,  seem  to  be  forced  to  the 
conclusion  that  only  in  the  strong  solutions  is  the  copper 
really  chemically  combined  with  the  acid  part  of  the  salt,  and 
thai  as  the  solutions  become  more  and  more  dilute  the  dis- 
sociation of  the  salt  becomes  greater  and  greater.  It  has 
already  been  pointed  out  at  the  beginning  of  this  paper  that 

♦  Pbil.  Trans.  (1881),  Part  111.  p.  887. 
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in  general  salts  in  aqueous  solution  behave  in  the  same  vmj 
as  tnese  copper  salts,  though  exceptions  are  known. 

It  only  remains  to  compare  briefly  the  results  thus  arrived 
at  with  existing  theories  of  solution. 

(1)  According  to  the  theory  of  Arrhenius  the  electrolytic 
issocifltion  in  tne  most  dilute  copper  solutions  which  were 

examined  is  by  no  means  complete,  and  therefore  the  absorp- 
tion-spectra 01  the  three  solutions  should  not  be  identical. 

The  degree  of  dissociation  is  calculated  from  the  numbers 
of  Kohlrausch*  for  copper  sulphate,  of  J.  Trotsch  f  and  J.  H. 
van  t'Hoff  and  Heicher  J  for  copper  chloride,  and  of  Long  § 
for  copper  nitrate.     The  numbers  obtained  are  as  follows : — 

CUSO4,      0-2856  eq.  in  1  1.,  /*=344,  /*.  =  1086, 

dissociation =31*7  percent. 
„  2*38      eq.  in  1 L,  /a=166      „        =15-3      „ 

CuCl,,        0-4189  eq.  in  1 1.,  /*= 64,     fi^  =  101, 

dissociation = 63*4       „ 

CuCNO,),,  0-3552  eq.  in  1 1.,  /i=65-8,  /i^  =100?, 

dissociatiou = 65*8       „ 

It  is  interesting  to  observe  that  the  solutions  of  chloride 
and  nitrate  of  copper  in  which  the  dissociation  is  far  advanced 
and  nearly  to  the  same  extent,  possess  almost  identical  absorp- 
tion-spectra, whereas  that  of  copper  sulphate  is  noticeably 
difTerent,  which  fact  is  in  agreement  with  the  theory,  the 
dissociation  in  the  copper-sulphate  solution  being  very  much 
less  advanced  than  in  the  others. 

It  is  as  well  to  draw  attention  to  the  fact  that  before  one 
can  determine  whether  the  limit  of  dilution  after  which  the 
absorption  no  longer  changes  is  identical  with  the  limit  at 
which  the  dissociation  is  complete,  it  may  be  necessary  to 
examine  the  absorption  in  the  ultra-violet  and  perhaps  in  the 
infra-red.  The  experiments  in  the  first  part  of  this  paper 
with  copper  chloride  seem  to  show  that  changes  go  on  in  the 
invisible  violet  after  they  have  ceased  in  the  visible  part  of  the 
spectrum. 

(2)  Knoblauch  has  explained  the  alterations  in  the  spectra 
of  certain  salts  by  assuming  a  hydrolytic  dissociation  in  the 
more  dilute  solutions.  In  the  case  of  copper  salts  there 
appears  to  be  no  reason  for  assuming  that  such  a  dissociation 
takes  place  to  any  extent.     A  hydrolytic  dissociation  of  a 

♦  Wied.  Ann.  vi.  p.  1  (1870) ;  ibid.  xxvi.  p.  188  (1886). 

t  Wied.  Ann.  xli.  p.  259  (1890). 

1  Zeitschnft.  Phys.  Chem.  iii.  p.  198  (1889). 


1  ZeiUchrift.  Phya.  Chem.  iii.  1 
S  Wied.  Ann.  xl  p.  37  (1880), 
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copper  salt  would  lead  (as  it  does  with  chrominm  salts)  to  a 
separation  of  hydroxide.  The  small  amount  of  precipitate 
which  forms  in  solutions  of  cnpric  salts  after  standing  for  some 
time  appears  to  be  due  to  impurities  in  the  water  (chiefly 
ammonia  and  carbon  dioxide). 

(3)  According  to  the  theory  of  Armstrong*  and  Traube  t,  the 
changes  in  the  absorption- spectra  which  occur  on  passing  from 
concentrated  to  dilute  solutions  are  due  to  the  larger  aggre- 
gates of  molecules  which  exist  in  the  concentrated  solutions 
breaking  ud  into  smaller  molecules.  According  to  this  theory, 
the  molecules  of  the  salt,  even  in  the  most  dilute  solutions, 
still  exist  as  such  ;  and  these  dilute  solutions  might  therefore 
be  expected  to  show  characteristic  differences,  similar  to  those 
observed  in  the  strong  solutions.  This  at  any  rate  in  the  case  of 
cupric  salts  is  not  the  case  in  the  visible  part  of  the  spectrum. 

(4)  The  changes  of  colour  which  the  solutions  of  copper 
chloride  exhibit  when  its  solution  is  diluted  have  long  been 
regarded  as  due  to  the  formation  of  different  hydrates.  If 
we  admit  with  Pickering  the  existence  of  hydrates  in  dilute 
solutions  containing  1000  or  more  molecules  of  water,  it  is 
conceivable  that  two  salts  of  the  same  metal  with  colourless 
acids  should  have  in  dilute  solution  the  same  spectrum,  for 
the  influence  exercised  on  the  vibrations  of  the  metal  by  the 
acid  riidical  would  become  negligible  compared  with  that 
exercised  by  the  1000  water  molecules.  Two  compounds 
such  as  CuCls  +  lOOOHjO  and  CUSO4  +  lOOOH-jO  might  well 
have  the  same  spectrum.  The  experiments  are  hardly  com- 
plete enough  to  allow  of  any  very  definite  conclusion  on  this 
point,  but  as  I  am  occupied  with  further  experiments  on  the 
absorption-spectra  I  hope  to  return  to  it  on  another  occasion. 

The  large  changes  of  colour  which  often  occur  on  diluting 
the  solutions  of  the  halogen  salts  of  heavy  metals  may  perhaps 
be  connected  not  with  hydrates  but  with  the  halogen.  Glad- 
stone} has  pointed  out  that  the  spectra  of  strong  solutions  of 
the  bromides  of  platinum,  gold,  copper,  and  of  potassium  pal- 
ladium bromide,  all  appear  to  be  made  up  of  tne  absorptions 
of  bromine- water  and  of  a  salt  of  the  metal  with  a  colourless 
add.  It  appears  as  though  the  halogen  when  combined  with 
a  metal  exercised  its  absorption  in  the  same  way  as  in  the 
free  state,  but  modified  to  a  greater  or  smaller  extent  by  the 
nietal  with  which  it  is  combined. 

The  following  is  a  summary  of  the  results  arrived  at : — 

<  J.  Ghem.  Socliii.  p.  116  (1888). 

t  BericIiU,  xxiii.  p.  35S2  (1890). 

X  Gladstone,  Phil.  Mag.  [4]  xiv.  p.  418  (1867). 
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(1)  The  absorption-spectra  oi  the  three  salts  examined 
undergo  changes  on  diluting  their  solutions. 

(2)  These  cnanges  are  of  such  a  nature  that  the  spectra 
tend  to  become  identical  in  dilute  solutions. 

(3)  The  results  of  other  observers  show  on  the  whole  that 
salts  of  other  metals  behave  in  a  similar  way. 

(4)  The  behaviour  of  the  salts  examined  leads  to  the  con- 
clusion that,  in  strong  solutions,  the  acid  and  basic  parts  of 
the  salts  are  associated  in  producing  absorption  of  light, 
while  in  dilute  solutions  they  act  independently  in  doing  so. 

(5)  These  results  are  in  substantial  agreement  with  the 
hypothesis  of  electrolytic  dissociation. 

(6)  The  results  cannot  be  satisfactorily  explained  on  the 
hypothesis  of  a  hydrolytic  dissociation,  or  on  that  of  molecular 
aggregates. 

In  conclusion,  I  take  this  opportunity  of  exprossing  my 
thanks  to  Professor  H.  B.  Dixon,  at  whose  suggestion  this 
investigation  was  begun,  and  also  to  Professor  A.  Schuster  for 
the  kindness  with  which  he  placed  the  Yierordt  spectro- 
photometer and  other  apparatus  at  my  disposal,  and  for  much 
valuable  advice  in  carrying  out  the  work. 

XXXVI.  On  Chemical  Equilibrium  in  Mixed  Electrolytes. 
By  Dr.  G.  Gore,  F.R.S.^ 

IN  various  researches  I  have  shown  that  any  change  occur- 
ring in  the  molecular  or  chemical  constitution  of  an 
electrolyte  may  be  easily  and  quickly  detected,  and  its 
amount  and  rate  to  a  certain  extent  measured,  either  by  the 
voltaic  balance  method,  or  by  the  simple  plan  of  immersing 
a  suitable  voltaic  pair  of  metals  in  the  liquid  successively  at 
different  periods  of  time,  and  noting  either  the  degree  of 
voltaic  energy,  electromotive  force,  or  strength  of  current 
produced ;  and  I  have  shown  that  in  certain  cases,  the 
mixture  of  electrolytes,  especially  that  of  an  aqueous  solution 
of  a  halogen  with  one  of  a  salt  or  base  (and  in  some  cases  a 
very  dilute  solution  of  an  acid  with  one  of  a  salt),  the  liquid 
inixture  does  not  at  once  attain  its  final  or  fixed  state  at 
16^  C,  but  attains  it  rapidly  on  the  application  of  heat.  (See 
"  Method  of  Examining  Rate  of  Chemical  Change  in  Aqueous 
Solutions,^'  Proc.  Roy.  Soc.  March  14,  1890,  p.  440.  «  On 
the.  Molecular  Constitution  of  Isomeric  Solutions,"  Phil. 
Mag.  Oct.  1889,  p.  289.  *' Method  of  Measuring  Loss  of 
Energy  due  to  Chemical  Union  &c.,"  Phil.  Mag.  Jan.  1892, 
p.  28.) 

*  Communicated  by  the  Author. 
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In  a  more  recent  investigation,  ^*  On  Changes  of  Electro- 
motive Force,  Volume,  and  Temperature  by  Mixing  Electro- 
lytes "  (see  Proc.  Birm.  Phil.  Soc.  vol.  viii.  p.  28)  ,'I  have  further 
shown  that  if,  instead  of  a  single  mixture  of  two  solutions, 
a  couple  of  such  mixtures,  isomeric  with  each  other  (for 
instance  HCl  +  NaBr,  and  HBr  +  NaCl),  was  employed,  under 
certain  conditions,  in  all  the  25  cases  of  mixtures  of  Acids  + 
Salts  and  of  Salts  +  Salts  which  were  examined,  the  two 
mixtures  yielded  the  same  amount  of  electromotive  force,  and 
therefore  formed  the  same  final  product  during  the  act  of 
mixing  ;  in  each  case  the  ingredients  of  the  two  mixtures 
started  with  different  total  amounts  of  energy,  but  arrived  at 
the  same  final  molecular  and  chemical  constitution  ;  each 
different  isomeric  couple,  however,  gave  a  different  final 
amount.  In  other  researches  I  founa  that  if  the  solutions 
were  extremely  dilute  and  the  ^*  voltaic  balance  **  method  was 
employed,  one  of  the  two  mixtures  did  not  at  once  pass  to  the 
same  final  state,  but  gave  a  very  different  amount  of  voltaic 
energy  from  the  other,  especially  if  a  free  halogen  formed 
part  of  the  mixture.  A  list  of  unstable  mixtures,  as  found  by 
the  voltaic  balance  method,  has  been  given  in  a  research  on 
the  "Relative  Amounts  of  Available  Voltjuc  Energy  of 
Aqueous  Solutions  "  (Proc.  Birm.  Phil.  Soc.  vol.  vii.  1889, 
p.  47). 

In  the  present  research  I  have  further  examined  the 
circumstances  which  influence  the  conditions  of  instability 
and  of  chemical  and  molecular  equilibrium  of  such  mixtures. 
The  circumstances  examined  are:— 1st,  The  influence  of  a 
halogen  and  a  salt ;  2nd,  of  a  halogen  and  two  salts  ;  8rd,  of 
time  upon  the  latter  ;  4th,  of  heating  such  a  mixture  ;  5th, 
of  doubling  the  amount  of  the  halogen  ;  6th,  of  halving  the 
amount  of  the  two  salts  ;  7th,  of  two  different  halogens  and  a 
salt  i  8th,  of  a  halogen  and  an  acid  ;  9th,  of  two  halogens  and 
an  acid  ;  10th,  influence  of  one  halogen  and  two  acids  ;  llth, 
of  halogens  and  an  alkali  with  aluminium,  tin,  and  zinc,  as 
positive  metals ;  and  12th,  of  heating  the  halogens  with  an 
alkali. 

The  method  employed  of  measuring  the  electromotive 
force  was  that  of  opposition  with  a  thermopile  of  iron  and 
german  silver  and  an  astatic  galvanometer,  as  in  several  of 
the  previous  researches  (see  more  particularly  **  A  Method  of 
Measuring  Loss  of  Energv  due  to  Chemical  Union,  &c.," 
Phil.  Mag.  Jan.  1892,  p.  28).  The  positive  metal  of  the 
voltaic  couple  used  in  the  experiments  of  Tables  1.  to  X.  and 
XIII.  to  XV.  was  of  zinc,  and  in  Table  XI.  of  aluminium,  and 
XII.,  of  tin  ;  the  negative  metal  in  all  cases  was  platinum. 
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Distilled  water  was  used  in  making  all  the  solations*  In 
making  them  the  following  rules  were  observed : — In  each 
Table, Ifos.  I.  to  X.  and  XIU.  to  XV.,  under  the  head  of  "  In- 
gredients/^ each  ingredient — ^halogen,  acid,  or  salt,  as  the  case 
might  be— was  dissolved  in  the  proportion  of  one  equivalent 
weight  in  grains  of  the  absolute  substance  in  one  unit 
quantity  or  511,500  grains  of  water  ;  in  Tables  XI.  and  XII. 
tiie  proportion  of  water  was  1800  grains.  Under  the  head  of 
'*  Mixtures,**  an  equivalent  quantity  in  grains  of  each  of  the 
two  or  more  substances  forming  the  mixtures  was  collectively 
dissolved  in  a  single  unit  quantitv  of  water  ;  but  in  Table  V. 
two  unit  quantities  in  grains  of  one  of  the  ingredients  was 
included,  as  shown  by  the  formulae  given.  The  substances 
employed  were  of  a  high  degree  of  puriiy. 

The  experiments  are  divided  into  three  chief  sections,  viz.^ 
Section  A,  Halogens  +  Salts;  B,  Halogens + Acids;  and  C, 
Halogens  +  Bases. 

Section  A. — Halogens  +  Salts.    Positive  metal,  Zinc. 
Table  I. — Influence  of  a  Halogen  +  a  Salt. 


IngredienU.  E.M.F. 

Mixtares.       E.M.F. 

Oalculated 
K.M.F. 

Ohange  of      Per 
KM.F.         cent. 

Br.                  1-8706 
KOI.               11927 
01.                   1-9250 
KBr.               11666 

Br+KOL      1-7276 
Ol+KBr. 

16450 
1-3323 

a«in  -1826  =11-81 
„      -8963      29^ 

L                     1-4410 
KL                 11470 

I+KOl.        1-40156 
Cl+KI. 

1-3501 
1-2840 

Gain  -05146=  381 
„        11756      916 

I+KBr.        1-3844 
Br+KI. 

1-3029 
1-3823 

Gain   -0615  =  6-26 
„       -0021          -16 

In  each  of  these  three  cases  of  isomeric  conples,  each  of 
the  two  mixtures  gave  the  same  amount  of  electromotive 
force,  and  had  therefore  acquired  the  same  chemical  and 
molecular  composition  at  once  on  mixing. 

Table  II. — Influence  of  a  Halogen-^  two  Salts. 


Mixtures. 


E.M.F. 


01+(KBr+KI). 
Br+(K01+KI). 
I+(K01+KBr). 


1-5274 
1-4702 
1-3787 


Oaloulated 
JE.M.F. 


1-2376 
1-3101 
1-2806 


Ohange  of 
E.M.F. 


Per 

cent 


Gain 


-2898 
•1601 


23-41 

12-22 

7*65 
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The  additional  salt  in  each  of  these  three  cases  of  isomeric 
mixture  prevented  the  mixture  from  at  once  attaining  a  fixed 
or  final  cnemical  and  molecular  constitution. 

N.B.  Compare  the  results  with  those  of  Tables  III.  and  IV. 

Table  III. — Influence  of  Time. 


Mixtures. 


S.M.F. 


Calculated 
E.M.F. 


Change  of        Per 
E.M.F.         cent. 


Alter  standing  24  hours. 


a+(KBr+KI).    1-37868 
Br+(KOl+KI). 
H-(KOH-KBr).         „ 


1-2376 
1-3101  . 
1-2806 


Gain    14108  =  1187 
„       0685  5-22 

„      -0980  7-66 


By  standing  a  sufficient  period  of  time  at  ordinary  atmo- 
spheric temperatnre,  the  first  two  solutions  of  Table  II.  lost 
energy,  and  acquired  the  same  chemical  and  molecular 
composition  as  the  third  one,  t.  ^.,  the  one  having  the  smallest 
electromotive  force ;  these  two  mixtures  therefore  were  in  an 
unstable  condition. 

Table  IV. — Influence  of  Heating. 


Mixtures.             E.M.F. 

Calculated 
E.M.F. 

Change  of  Per 
E.M.F.             oent. 

After  heating. 
»»        If 

ft           n 

CH-(KBr+KI).    1-3701 
Br+(K01+Kl).    1-3844 
I+(K01+KBr).    1-36294 

1-2376 
1-3101 
1-2806 

Gain  1326  =  10-70 
„  -0743  6-67 
„      -0723         6-65 

Each  mixture,  newly  made,  was  heated  to  90^  C.  during 
15  minutes  in  a  stoppered  glass  fiask  and  then  cooled.  In 
each  case  the  percentage  of  gain  of  electromotive  force  which 
had  occurred  during  the  mixing  was  largely  reduced^  but 
least  so  with  the  last  liquid.  These  results  indicate  that  all 
three  of  these  mixtures  were  more  or  less  unstable,  the  first 
one  the  most  and  the  last  one  the  least  so,  that  neither  of 
them  had  completely  attained  the  most  fixed  chemical  and 
molecular  condition,  and  that  heating  caused  a  rapid  change 
in  each  to  a  fixed  sinte.  The  chemical  change  and  the  final 
state  arrived  at  evidently  depend  upon  the  temperatnre  ; 
even  at  16°  C.  a  slow  change  occurs,  see  Table  III. 

Table  V. — Influence  of  Doubling  the  Amount  of  the  Halogen. 


Mixtures. 


E.M.P. 


2Cl+(KBr+KI). 
2Br+(K0H-KI). 


1-62178 


Calculated 
E.M.F. 


1-3113 
1-6684 


Change  of 
E.ld.F. 


Per 
cent. 


Gain    -31048     =     23*67 
„       -06338  3-40 
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Donbling  the  amount  of  the  halogen  caused  each  of  the 
two  mixtures  to  assume  the  same  chemical  and  molecular 
composition  immediately  on  mixing.  It  appears  from  a 
comparison  of  those  results  and  those  of  Table  I.  with  those  of 
Table  II.,  that  the  condition  of  chemical  and  molecular  equi- 
librium depends  upon  the  proportion  of  free  halogen  to  that 
of  the  salts.  If  the  proportion  of  the  halogen  to  the  total  of 
the  salt  was  1  eqt.  to  1  eqt.  as  in  Table  I.,  or  2  eqts.  to 
2  eqts.  as  in  Table  V.,  each  mixture  at  once  suffered  a 
change  and  attained  a  fixed  state  ;  but  if  it  was  1  eqt*  of 
halogen  to  2  jeqts.  of  the  salt,  as  in  Table  II.,  each  mixture 
was  m  a  condition  of  instability,  and  was  prevented  from 
assuming  at  once  the  fixed  state,  but  it  was  not  prevented  from 
undergoing  a  gradual  change  at  atmospheric  temperature 
(see  Table  III.)  ;  the  additional  proportion  of  salt  therefore 
only  hindered  the  change. 

The  degree  of  solubility  of  iodine  in  water  was  too  small  to 
enable  a  double  proportion  of  it  to  be  used. 

Table  VI. — Influence  of  Halving  the  Amount  of  the  Salts. 


Mixture. 


£.m:f. 


I+-5(KCl-|-KBr). 


1-41014 


Oaloulated 
BLMJ?*. 


1-3203 


Change  of 
E.M.F. 


Per 

cent. 


Gain       0898    =    6*8 


The  proportion  of  gain  of  mean  amount  of  electromotive 
force  is  somewhat  less  than  in  the  comparison  case  in 
Table  II.,  as  if  diminishing  the  proportion  of  salt  to  halogen 
increased  the  amount  of  chemical  and  molecular  change  and 
assisted  the  mixture  to  attain  a  fixed  state,  similar  to  the 
effect  of  doubling  the  amount  of  the  halogen,  as  shown  in 
Table  V. 

Table  VII. — Influence  of  Two  Halogens  +  a  Salt, 


IngredienU.      E.M.F. 


Ol+Br. 

01+L 

Br+I. 


1-8992 
1-7133 
1-69338 


Mixtures. 


£i.JiL.F. 


(01+Br)4-KI. 
(Cl+I)+KBr. 
(Br+I)+K01. 


l-«303r) 
1-62178 


Calculated 
E.M.F. 


1-4656 
1-4775 
1-5615 


Change  of         Per 
E.M.F.  cent 


Gain  17476=  1200 
„  -14428  976 
,,    -06028        3-80 


The  amounts  of  electromotive  force  obtained  by  means  of 
experiment  in  the  three  instances  are  so  nearly  alike  that 
they  may  be  regarded  as  identical.    On  comparing  the  results 
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with  those  of  Table  I.,  we  find  that  whether  the  mixtures 
contained  a  single  halogen  or  two  different  ones^  each  of  the 
mixtares  which  were  isomeric  to  each  other  at  once  attained 
the  same  final  state  ;  and  on  comparing  them  with  those  of 
Tables  I.  and  IL,  it  appears  that  whilst  an  additional  salt 
hindered  the  chemical  and  molecular  change,  the  addition  of 
a  second  halogen  did  not  impede  the  change,  probably 
because  the  halogen  was  free  and  had  greater  chemical 
energy. 

In  a  previous  research  (Phil.  Mag.  Jan.  1892,  p.  49)  I 
have  examined  the  influence  upon  the  electromotive  force 
of  a  cadmium  platinum  couple  of  heating  aqueous  solutions 
of  chlorine,  bromine,  and  iodine  alone,  during  successive 
periods  of  time,  until  a  state  of  equilibrium  was  attained,  and 
nave  shown  the  amounts  of  change  thereby  produced ;  the 
strength  of  solution  then  employed  was  one  equivalent  weight 
of  the  halogen  in  grains  in  449,500  grains  of  water.  These 
experiments  with  the  three  halogens  snowed  the  limits  of  the 
amount  of  chemical  and  molecular  change  produced  in  their 
aqueous  solutions  by  means  of  heat. 

Section  B. — Halogens  +  Acids.    Positive  metal,  Zinc. 
Table  VIII. — Influence  of  a  Halogen  +  an  Add. 


Ingredieiits. 

RM.F. 

MiTtnrefl. 

RM.F. 

Oaloulated 
E.M.F. 

Change  of 
E.M.F. 

Per 
cent 

CI. 

HBr. 

Br. 

Hca. 

19250 
1-30718 

1-8706 
1-35866 

a+HBr. 
Br4H01. 

1-73332 
1-73904 

1-4954 
1-7102 

Gain  -2379 
„     -0288 

=  15-9 
1-68 

HI. 
L 

118134 
1-4410 

Ol+HL 
I+HCI. 

1-41014 

1-3428 
14226 

Gain    06734 
Loss    -0125 

=  5-01 
•87 

Br+HI. 
I+HBr. 

1-40156 
ff 

1-4464 

1-3888 

Lo8»   -0448 
Gain  -01276 

=  309 
•91 

With  the  two  mixtures  of  the  first  isomeric  couple  the 
electromotive  forces  were  unsteady,  and  the  amounts  ob- 
tained by  means  of  experiment  are  so  nearly  alike  that  they 
may  be  regarded  as  identical.  In  all  three  cases  the  two 
isomeric  mixtures  of  each  couple  appear  to  have  at  once 
attained  the  same  final  chemical  and  molecular  composition 
and  state  of  equilibrium. 
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Table  IX. — Infiuence  of  Two  Halogens  and  One  Add. 


Ingredients.    E.M.F. 


Ifixiores. 


E.M.F. 


CUculated 
E.M.F. 


Chnnfre  of       Per 
£.M.F»  eent. 


Cl+Br.  1-8992 

Ol+I.  1-7133 

Br+L  1( 


HI+(a+Br).  1-6847 
HBr+(Cl+I).  17076 
Ha+(Br+I).         1-6847 


15249 
1-5814 
16464 


Gain  *1598  =  1048 
^  1262  7-98 
.,     -0383         2-88 


The  additional  halogen  did  not  prevent  the  three  mixtures 
attaining  nearly  the  same  final  state. 

T^ABLE  X. — Influence  of  One  Halogen  and  Two  Acids. 


IngredientB.    E.M.F. 


Mizturee. 


RM.F. 


Oalealated 
E.M.F. 


Change  of       Per 
£.M.F.         cent. 


HBr+HI.       1-27858 
HOl+HL       1-3329 
HCl+HBr.    1-3529 


a+(HBr+HI).  1-5274 
Br+CHa+HI).  1-4702 
I+(H01-|-HBr).     1-4072 


1-3751 
1-5119 
1-4015 


Gain  -1523  =  1111 
Loes  -0417  2-76 
Gain  -0057  -40 


The  additional  acid  retarded  the  attainment  of  a  state  of 
stable  chemical  eqailibriam  similar  to  the  effect  of  an  addi- 
tional salt  (see  Table  11.). 

Section  C. — Halogens  +  Bases. 

Strength  of  solution  =  1  equivalent  weight  in  grains  in 
1800  grains  of  water. 

Table  XL — With  Al  as  Positive  Metal. 


Ingredients.        EM.F. 

Mixtures.        E.MF. 

Calculated 
E.M.F. 

Change  of        Per 
E.M.P.         cent 

Br  water.              1-5816 

KHO  Bolution.      1-3814 

After  heating  1  min.  to 

90°  0 

Br+TTHO.       1-5244 
„        ,.           1-5101 

1-4991 

it 

Gain  -0253  =     1-68 
„     -0110           -73 

[ 

Table  XIL—With  Sn  as  Positive  Metal. 

Ingredients.        E.M.F. 

Mixtures.         EJMLF. 

Calculated 
E.M.R 

Change  of        Per 
E.MJi'.          cent 

Br  water.              1-2213 

KHO  solution.       -9210 

After  heating  1  min.  to 

90^0 

Br+KHO.         -9496 
.,        ..             -9067 

1-0976 

n 

Loss   -1480  =  13-49 
„      1909        17-40 

Digitized  by 


Google 


Equilihrium  in  Mixed  Electrolytes.  349 

The  bromine  solution  used  in  Tables  XI.  and  XII.  was  not 
rendered  colourless  by  the  alkali ;  the  resulting  mixture  gave 
with  test-paper  an  alkaline  reaction  followed  by  a  bleaching 
effect ;  its  colour  was  not  visibly  altered  bj*^  heating,  nor  by 
the  addition  of  a  second  equivalent  of  the  alkali.  Both  by 
means  of  an  aluminium  positive  metal  and  a  tin  one  a  loss 
of  electromotive  force  caused  by  heating  the  mixture  was 
detected^  and  it  was  shown  that  the  most  stable  condition  of 
chemical  equilibrium  was  not  attained  during  the  act  of 
mixing. 

With  Zn  as  Positive  Metal. 

Strength  of  Solution =1  equivalent  weight  in  grains  in 

511,500  grains  of  water. 

Table  Xlll.—Chhrine  water  +  KHO. 


Ingredients.           E.M.F. 

Mixtures. 

E.M.F. 

Calculated 
E.M.F. 

Change  of 
E.M.F. 

Per 

cent 

H,0.                        M270 
KHO  solution.         10756 

CI  water.                  1-9250 

01+KHO. 

1-8420 

1-4056 

Gain  -4365  = 

3106 

min. 

AHer  heating  1    to  98^  0. 

ff      ff 

1-6990 

ft 

„     -2936 

20-88 

»           ff       1-    »      tf 

f>      f} 

1-5274 

ft 

ff     -1219 

8-67 

ft           »f       ^    ff      If 

If      ff 

1-3129 

ff 

Loss    0926 

6-59 

Q|1 
fl                    ff         •'^        »f           If 

ff      ff 

1-17216 

ff 

„     -2334 

16-61 

..     30    „      „ 

ft      tt 

113270 

f» 

„     -2728 

19-40 

The  solution  of  CI  +  KHO  in  these  experiments  required 
much  more  prolonged  heating  than  one  of  CI  alone,  in  order 
to  reduce  the  electromotive  force  to  the  smallest  amount  and 
to  complete  the  chemical  and  molecular  change.  Whilst 
also  with  the  mixture  of  01  +  KHO  the  electromotive  force 
was  finally  reduced  nearly  to  that  given  by  water  alone; 
with  a  solution  of  01  alone  it  finally  remained  constant  at  a 
number  nearly  double  that  given  by  water  (ibid.). 

Table  XIY .—Bromine  water  +  KHO. 


Ingredients.  E.M.F. 


Mixtures.         E.M.F. 


Calculated 
E.M.F. 


Change  of        Per 
E.M.F.  cent 


Br  water  18706 

min. 

After  heating  1  to  98°  C. 

n  i»  1  »         »» 

ff  »>  **  i»         »» 

n  "       ^  "         ** 

..  ts        w  fl  it 


Br+KHO.     1-69614 
1-61320 


1-61882 
1-19420 
1-1270 


Gain  -22664  =  15-41 
„    -1436  9-77 


„    -04922 
Loss  -2754 
„     -3426 


3-36 
18-70 
23-31 
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The  electromotive  force  was  finally  rednced  to  that  of 
water^  and  the  chemical  and  molecular  change  appeared  to  be 
nearly  complete. 

Table  XY.— Iodine  water  +  KHO. 


Ingrediente.  E.M.F. 


MiztureB.        E.M.F. 


Calculated 
E.M.K. 


Change  of        Per 
fj.M.F.  cent* 


Iodine  ?rater  1-4416 

niin. 
After  heating  1    to  98®  C. 
»  If       1     »»      »» 

»l  »l  *^         »t  M 

If  fl  •'O  ,1  ly 


I+KHO. 


1-3844 

1-3272 
1-2843 
11942 
11270 


Gain  -0549  =    4136 


Loss  -0023 
n  -0462 
„  -1363 
„    -2025 


•1730 
3-401) 
10-17 
16-23 


Similar  remarks  may  be  made  respecting  the  results  of  this 
Table  as  about  those  of  Table  XIV. 

In  each  of  these  three  tables  the  process  of  heating  caused 
a  gradual  loss,  and  at  a  diminishing  rate  of  electromotive 
force  ;  and  each  of  the  liquids  appeared  to  finally  acquire  a 
fixed  chemical  and  molecular  state.  The  total  percentage 
losses  of  mean  amount  of  electromotive  force  with  the  three 
mixtures  were  as  follows  : — with  CI  +  KHO,  50*4  ;  with 
Br + KHO,  38-7  ;  and  with  I  +  KHO,  19-30. 

General  Remarks  and  Conclusions. 

1.  The  mixtures  employed  in  this  research  may  be  divided 
into  two  classes,  viz.,  tnose  which  spontaneously  change  with 
such  rapidity  that  they  at  once  attain  on  mixing  a  compara- 
tively fixed  state  of  chemical  and  molecular  eauilibrium,  and 
those  which  only  slowly  change  and  attain  sucli  a  state. 

2.  The  results  of  the  present  research  and  of  previous  ones 
show,  that  with  mixtures  of  acids  +  salts,  and  of  salts  + 
salts,  a  fixed  state  of  equilibrium  was  in  nearly  all  cases 
immediately  attained  ;  but  with  halogens  +  salts,  halogens  -f 
acids,  and  halogens  +  bases,  a  greater  or  less  degree  of  retarda- 
tion of  attainment  of  such  a  state  frequently  happened. 

3.  According  to  the  results  given  in  Tables  V.  and  VI. 
compared  with  those  of  Table  I.,  doubling  the  degree  of 
concentration  of  the  solution  did  not  produce  any  conspi- 
cuous effect  upon  the  state  of  chemical  equilibrium. 

4.  The  results  of  Table  III.  indicate  that  with  the  particular 
mixtures  there  employed,  a  gradual  change  by  lapse  of  time 
occurred,  and  each  liquid  attained  a  state  of  comparative 
equilibrium  in  24  hours. 

5.  The  great  influence  of  temperature  is  shown  in  a  number 
of  cases  in  Tables  IV.,  XI.,  XI L,  XIII.,  XIV.,  and  XV.  ;  in 
all  cases  it  acted  so  as  to  promote  chemical  and  molecular 
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cliange,  and  enabled  the  mixtures  to  arrive  at  a  fixed  state. 
The  results  of  previous  experiments  (Phil.  Mag.  Jan. 
1892,  p.  49)  show  that  the  action  of  the  higher  temperature 
was  upon  the  halogen  present.  In  all  cases  of  heating 
aqueous  solutions,  either  of  01,  Br,  or  iodine  alone  (ibid.),  or 
of  Cl  +  (KBr  +  KI),  Br  +  (KCl  +  KI),  or  I+(KCl  +  KBr), 
Table  Iv.  ;  Br  +  KHO,  with  a  positive  metal  of  aluminium 
or  of  tin,  Tables  XL  and  XII. ;  Cl+KHO,  Br  +  KHO,  or 
I+KHO,  with  zinc  as  a  positive  metal — a  relative  loss  of 
electromotive  force  took  place,  and  a  more  fixed  state  of 
chemical  equilibrium  was  attained. 

6.  The  results  of  Table  I.  show  that  if  the  ingredients  of  a 
mixture  of  a  halogen  and  a  salt  in  water  were  in  the  propor- 
tion of  their  chemical  equivalents,  the  complete  change  and 
attainment  of  a  fixed  condition  of  equilibrium  was  promoted. 
If,  however,  as  in  Table  II.,  the  saline  ingredient  was  in 
excess,  the  change  to  a  fixed  state  of  chemical  equilibrium  was 
retarded.  But  if,  as  in  Tables  V.  and  VI.,  the  electro- 
negative one  was  in  excess,  the  changes  were  not  retarded. 

7.  Mixtures  of  halogens  and  acids  in  chemically  equivalent 
proportions,  as  in  Table  VIII.,  acted  much  like  those  of 
halogens  and  salts  in  Table  I.,  i,e.y  their  solutions  at  once 
attained  a  fixed  or  final  state  of  chemical  equilibrium  on 
mixing;  but  an  additional  acid,  like  an  additional  salt, 
retarded  the  chemical  change  (see  Table  X.). 

8.  Comparison  of  the  results  given  in  Tables  I.  and  II. 
with  those  in  Tables  VII.  and  IX.,  shows  that  whilst  doubling 
the  proportion  of  salt  to  halogen  retarded  the  change, 
doubling  that  of  the  halogen  had  no  such  effect. 

9.  Comparison  also  of  the  results  given  in  Tables  XIII., 
XIV.,  and  XV.  with  those  obtained  with  solutions  of  the 
halogens  alone  (Phil.  Mag.  Jan.  1892,  p.  49)  shows  that 
the  addition  of  a  caustic  alkali  to  a  solution  of  a  halogen 
considerably  retarded  the  rate  of  change  which  occurred  on 
heating.  An  inspection  of  the  results  in  Tables  XIII.,  XIV., 
and  X  v.,  further  shows  that  ih^  greatest  retardation  occurred 
with  chlorine  and  the  least  with  iodine  ;  probably  because  the 
chlorine  had  the  largest  amount  of  molecular  motion  to  be 
retarded. 

10.  The  leading  idea  in  all  these  cases  is  the  degree  of 
freedom  of  molecular  motion^  and  the  most  general  conclusion 
is,  that  the  smaller  the  degree  of  freedom  of  such  motion  of 
the  halogen  molecules,  the  greater  the  retardation  of  chemical 
change  ;  heat  therefore  increases,  and  the  presence  of  dis- 
solved alkalies,  salts,  or  acids  decreases  the  rate  of  change 
and  retards  the  attainment  of  a  fixed  state  of  chemical 
equilibrium. 

2B2 
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XXXVII.    Note  on    the  Resistance  and  Self-Indudim  of 
Branched  Circuits,    By  Prof.  A.  Anderson,  M.A.* 

ON  page  134  of  Fleming's  *  Alternate  Current  Transformer/ 
vol.  i.,  the  values  are  given  of  the  effective  resistance 
and  inductance  of  a  system  of  conductors  connected  in  parallel, 
and  acted  on  by  an  impressed  electromotive  force  varying 
according  to  a  simple  harmonic  law.  The  conductors  are 
supposed  to  have  no  mutual  induction.  The  results  are  taken 
from  a  paper  by  Lord  Rayleigh  in  the  Philosophical  Magazine 
of  May  1886,  to  which  the  reader  is  referred. 

The  following  method  of  obtaining  these  results,  although 
it  really  does  not  differ  much  from  that  given  in  Lord 
Hayleigh's  paper,  will  perhaps  be  more  easily  understood. 

Let  the  resistances  of  the  conductors  be  Rt,  Rs,  Bg? . . .  Bm, 
the  coefficients  of  self-induction  Li,  L^,  L3, . . .  Ln,  and  sap- 
pose  the  impressed  electromotive  force  to  be  E  sin  ot.  The 
corrents  in  the  branches  may  be  denoted  by  Ii  sin  (pt—O^j 
Ij  sin  (pt—O^),  ...In  sin  (pt^O^).  Hence,  if  %  denote  the 
total  current,  we  have 

i= sin  pt  21  cos  $-- cos pt  Si  sin^. 
Now,  since 

E  sin pt  =  Rjli  sin  ( j9«— tfi)+pLiIi  cos  (pt—di) 

=  B^Issin  (pt—O^)  +J9L2I2  cos  (pt-^Oi) 

=  . . ., 

we  have 


whence 


E  =  Rilj  cos  $1  +pLiIi  sin  ^1, 
0  =  jdLiIi  cos  ^^— RJi  sin  ^1, 

T        ^  ERi         J    .    ^         pELi 


and  similar  expressions  hold  for  I^  cos  ^j,  Is  sin  O^j  &c. 
Hence 

R  L 

i=E  ^'^^p^^s?T^2  -  P^  ^"^^P^^w^^' 

or 

t=AE  sinpt—pBE  cos  pt,  where  A  is  written  for 

R  T 

*  Communicated  by  the  Author. 


Digitized  by 


Google 


Resistance  and  Self-induction  of  ^Branched  Circuits.    353 

Now,  denoting  the  effective  resistance  of  the  system  by  R' 
and  the  inductance  by  U^  we  have 

Esinj9^=R'i  +  L'^J, 

or 

sin pt^  ( AR'  +p«BLO  sin j^^  +;;(UA-R'B)  cos/)« ; 
and,  therefore, 

L'A~R'B=0, 

AR'+p^BU=l, 
so  that 


which  are  the  results  quoted. 

We  may  employ  the  same  method  to  find  the  effective 
resistance  and  inductance  in  the  case  where  the  conductors 
have  mutual  induction.  Let  M^t,  or  M^.,  denote  the  coefficient 
of  mutual  induction  between  the  conductors  r  and  s.  It  will 
now  be  convenient  to  discontinue  the  use  of  the  symbol  L, 
and  to  denote  the  coefficient  of  self-induction  of  the  con- 
ductor r  by  M^.    We  have,  in  this  case, 

E  sin/>^=RiIisin  {pt^-O^  +jp[MiiI,  cos  {pt—0^ 

+  MiaIaCos(p«-tf2)  +  . ..  +MiJ„cos(p«-^J] 

=RsTssin  {pt—0ij  +^[MailiCos  (pt—0i) 

+  M28laCos(/>^— ^2)+  •  •  •  +M2,^I^cos(pi— ^J] 

—  •  •  • 
Hence 

B  s=RiIi  cos  61  +  />[MiiIi  sin  0i + Mulj  sin  ^j  +  . . .  +  Mi»Im  sin  ^J , 

0  =  Rjli  sin  6^  — jp[Mi,Ii  cos  0i  +  M13I,  cos  ^j  +  . . .  +  Mi«I»  cos  6^ . 

Denoting 

Ii  cos  01^  I]  cos  ^2;  •  •  •  hy  ^1,  x%j  •  •  •, 
and 

Iisin^i,  l2sin^2,  ...byyi,y2,  •••? 
we  have  the  equations 

E=Ra4?,+/iM,^,=R2^2+/2Ma,y^=  ...=.. ., 

r=l  r=l 

0=Riyi-pSMi^«,=Riy2— ;>2Mar«^=:  ...=... 
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Substitnting  in  the  former  equations  the  values  of  y^^  yt, . 
found  from  the  latter,  we  get  the  system 

r=»  f=»  IJf    TUT 
r=l   #=1         ^r 

=l(2^s+/>  2   2   — iR — ^, 

'r=l  •=!        ^ 


If  we  denote 
we  get 


2   ^''^byP,„ 


R, 


Hence 
where 


*!"""  -^'iA?    ^2— "a 


EQ. 


A  = 


■Psij     Pas  "i"  ^  >     Pjsj      •  •  •  Pa* 

I*«l>       ^32*        1*83  + "Taj       •••Psn 


Pjilj       P«2j       P»3>       •  •  •    "»»+  -~2 


and  Qr  is  the  result  of  equating  to  unity  the  terms  in  the  rib 
row  or  rth  column  of  this  determinant. 
It  follows,  then,  immediately,  that 

_EUi         _EU,  _EUr 

^'""7A  '    ^'~  joA  ^     •••^■"^A  '  •••' 


Digitized  by 


Google 


Self-induction  of  Branclied  Circuits.  355 

where 

Now^  a»  before,  we  have 

i^sinptliX—Gospt  Sy, 
and,  therefore, 

E  siapt^Bf{smpt  2«— cos^^Sy)  +  pit  (cos  pt^a +ain pt  2y), 

whence 

and 

p/-         ES^  T/-^        ESy 

or 

"  -  (SQ)»+i>*(2UF'      ~(2Q)»+p''(2U)»' 

In  the  simple  case  of  two  branches  of  resistances  R  and  S, 
coe£Scients  of  self-induction  L  and  N,  and  coeiBcient  of 
mntoal  induction  M,  we  easily  find 

^  _  R«S«+/>«(2M»RS  +  L«S»+N«R«)  +p*(LN-M')« 
^~  p*RS  ' 

^^_RS(R+ S)  +p«S(L-M)«+;)«R(N-M)» 

and 
-,TT     2MRS  +  LS«+NR«+p»(LN-M«)(L+N-2M) 

^^ pis  ' 

The  values  of  L'  and  R'  are  obtained  by  substitution.  If 
p=0,  we  see  by  inspection  that 

„,      RS         ,,,     2MRS  +  LS«+NR« 

^"rts"''*^  =  — (R+sy« — ' 

and  if p= 00,  that 

T>,_  S(L-M)«+R(N-M)«    T/_    LN-M« 
"~         (L+N-2M)«       '    ''-L+N-2S* 
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XXXVIII.   Remarks  on  Maxwell's  Investigation  respecting 
Boltzmann's  Theorem.    By  Lord  Baylbigh,  Sec.  E.S.* 

THE  investigation  in  question,  which  was  published  by 
Maxwell  in  the  12£h  volume  of  the  Cambridge  Philo- 
sophical Transactions  t  only  a  short  time  before  his  aeath,  has 
been  the  subject  of  some  adverse  criticism  at  the  hands  of  Sir 
W.  Thomson  t  and  of  Mr.  Bryan  §.  The  question  is  indeed  a 
ver}'  difficult  one ;  and  I  do  not  pretena  to  feel  complete 
confidence  in  the  correctness  of  the  view  now  to  be  put 
forward.  Nevertheless^  it  seems  desirable  that  at  the  present 
stage  of  the  discussion  some  reply  to  the  above-mentioned 
criticisms  should  be  hazarded,  if  only  in  order  to  keep  the 
question  open. 

The  arfi;ument  to  which  most  exception  has  been  taken  is 
that  by  which  Maxwell  (Reprint,  p.  722)  seeks  to  prove  that 
the  mean  kinetic  energy  corresponding  to  every  variable  is 
the  same.  In  the  course  of  it,  the  expression  T  for  the  kinetic 
energy  is  supposed  to  be  reduced  to  a  sum  of  squares  of  the 
component  momenta,  an  assumption  which  Mr.  Bryan  charac- 
terizes as  fallacious.  But  here  it  seems  to  be  overlooked  that 
Maxwell  is  limiting  his  attention  to  systems  in  a  given  con- 
figuration,  and  that  no  dynamics  is  founded  upon  the  reduced 
expression  for  T.  The  reduction  can  be  effected  in  an  infinite 
number  of  ways.  We  may  imagine  the  configuration  in 
question  rendered  one  of  stable  equilibrium  by  the  introduc- 
tion of  suitable  forces  proportional  to  displacements.  The 
principal  modes  of  isochronous  vibration  thus  resulting  will 
serve  the  required  purpose.  I  do  not  see  the  applicability  to 
this  argument  of  the  warning  quoted  from  Bouth's  '  Rigid 
Dynamics.'  Perhaps  the  objection  is  felt  that  the  conclusion 
cannot  be  true  in  the  absence  of  a  complete  specification  of 
the  variables.  This  is  a  point,  that  may  require  further 
examination.  I  admit  that  the  argument  seems  to  imply 
that  the  conclusion  possesses  something  of  an  invariantic 
character. 

The  nature  of  the  question  may  be  illustrated  bv  an  example 
approximately  realized  in  the  billiard-table,  viz.  the  path  of  an 
elastic  particle  moving  in  a  plane  without  loss  of  energy  and 

*  Communicated  by  the  Audior. 

t  'ReprinV  vol.  ii.  p.  718. 

X  Proc.  Roy.  Soc.  June  1891. 

§  *'  On  the  Present  State  of  our  Knowledge  of  Thermodynamics,*'  Brit 
Assoc.  Keport.  1891.  I  am  indebted  to  the  author  for  an  advance  copy 
of  this  valuable  report. 
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limited  within  an  enclosure.  The  fundamental  assumption  is 
that,  apart  from  exceptional  cases^  the  particle,  starting  from 
a  given  point,  will  sooner  or  later  traverse  that  point  in  every 
direction ;  and  the  conclusion  founded  upon  this  assumption 
is  that  in  the  long  run  all  directions  through  the  point  are 
equally  favoured.  I  do  not  see  that  there  is  here  anything  to 
he  specially  surprised  at.  If  the  premises  are  admitted^  the 
conclusion  seems  natural  enough. 

In  another  part  of  his  investigation  Maxwell  puts  forward 
under  the  same  reserves  the  more  general  hypothesis  that  not 
merely  does  the  svstem  pass  through  a  given  configuration 
with  every  possible  system  of  velocities  consistent  with  the 
energy  condition,  but  also  through  every  configuration  which 
can  be  reached  without  violation  of  the  same  condition.  In 
the  billiard -table  example  this  means  that  every  part  of  the 
table  is  reached  sooner  br  later,  and,  as  we  have  seen,  every 
part  that  is  reached  is  traversed  as  much  in  one  direction  as 
in  another.  In  this  case,  where  there  is  no  potential  energy, 
we  may  indeed  go  further.  Maxwell's  equation  (41)  shows 
that  any  part  of  the  table  is  occupied  in  the  long  run  as  much 
as  any  otner  ;  so  that  all  points,  as  well  as  all  directions,  are 
equally  probable. 

To  my  mind  the  difficulty  of  Maxwell's  investigation  lies 
more  in  the  premises  than  in  the  deductions^.  It  is  easy  to 
propose  particular  cases  for  which  the  hypothesis  is  manifestly 
untrue.  For  example,  if  the  table  be  circular,  a  particle  pro- 
jected otherwise  than  along  a  diameter  will  leave  a  central 
circular  area  uninvaded,  and  in  the  outer  zone  will  not  pass 
through  a  given  point  in  every-  direction,  even  when  the  pro- 
jection is  such  that  the  path  is  not  re-entrant.  The  question 
is  how  far  the  considerations  advanced  by  Maxwell  justify  us 
in  putting  aside  these  cases  as  too  exceptional  to  interfere 
witn  the  general  proposition,  which,  at  any  rate  in  its  appli- 
cation to  physics,  is  essentially  one  of  probability. 


Having  found  Maxwell's  demonstration  of  the  fundamental 
theorem 

dqi  . . .  dgj  dp{ . . .  dp^^dqi . . .  dg^  dpi . . . dp^ 

difficult  to  follow,  I  have  sought  to  simplify  it  by  an  arrange- 
ment such  that  the  initial  and  final  times  t^  and  t  may  be 

*  The  particular  case  for  which  Bumside  obtained  a  result  inconsiBtent 
with  Maxwell's  conclusions  is  emphasized  by  Mr.  Biran.  But  Mr.  Bur- 
bury  is  of  opinion  that  the  discordant  result  depenas  upon  an  error  of 
calculation,  and  that  when  this  is  set  right  the  discrepancy  disfiu[>pear8 
(Proc.  Roy.  Soc,  November  19,  1891,  p.  196). 
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considered  as  absolutely  fixed  throughoat  the  discussion. 
The  following,  dependent  upon  the  substitution  for  the 
"  action  "  A  of  Hamilton's  "  principal  function  "  S,  seems  to 
meet  tbe  requirements  of  the  case.     By  definition^ 

S«  f '(T-V)  dt  =  iA-  V^dt ; 

and,  as  in  Thomson  and  Tait's  '  Natural  Philosophy/  §  319, 
SS=i8A-  VsVdt 

=  i{2m(xSj:+ . .  .)}-i[2m(flDS.r+ . . .)] 

+irA[ST+SV-2SV]; 

so  that 

SS=  {2m(flDSa?+  . . .) }-  [2m(aDS^+  ...)], 
or  in  generalized  coordinates 

SS«2/>8(7-2pV (1) 

In  this  equation  all  the  motions  contemplated  are  uncon* 
strained,  and  occupy  the  fixed  time  t—if.  The  total  energy 
E  is  variable  from  one  motion  to  another,  and  S  is  to  be 
regirded  as  a  function  of  the  ^'s  and  j'^s. 

The  initial  and  final  momenta  are  thus  expressed  by  means 
of  S  in  the  form 

^'=-5^7'  ^'=5i;' (^^ 

so  that 

dq,  dqjdq^  dqj ^  ^ 

Thus,  using  S  with  t—if  constant,  instead  of  (as  in  Maxwell's 
investigation)  A  with  E  constant,  we  get 

*  As  an  example  the  motion  of  a  particle  in  two  dimensions  about  a 
centre  of  force  may  be  considered,  qr,  qa  are  then  the  rectangular  co- 
ordinates of  the  narticle  at  a  fixed  time  t ;  qr,  q§  the  coordinates  at  the 
fixed  time  tf,  whueprfpg  and  pr  Pb'  are  the  component  velocities  at  the 
same  moments. 

In  equation  (3)  r  and  a  may  be  identical 
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.  dgj  dpi  . . .  dpj=dqi  . . .  dqj  dji . . .  dq^ 

dp/  dpn' 

dqi dqx 


dpi 
dqn  ' 


dpi 
dqn 


W 


On  the  left  side  the  motion  is  defined  by  the  initial  j's  and  p^B 
at  time  ^;   on  the  right  by  the  initial  and  final  j's  and  by 
t'-t'  (not  E,  which  is  a  dependent  variable). 
In  like  manner 


dq^... dq^  dpi...  dp^=dqi  . . . dqj  dq^ , 

dpx  dpn 

dq{ dq/ 


dq^ 


dPi 
dqj 


dpn 


dq^ 


(5) 


By  the  relation  TS)  proved  above  the  two  determinants  in  (4) 
and  (5)  are  eqnal^  and  thus 


dqi  . . .  dqj  dp/ . . .  dp  J  =^dqi 
the  required  conclusion. 
February  20. 


•  dqn  dpi  • .  •  dp^ 


(5) 


XXXIX.  On  an  JExperiment  Illustrative  of  the  Formation  of 
Rocking  Stones.    By  Chablbs  Tomlinson,  F.R.S.* 

IN  an  article  on  the  ^*  Weathering  of  Bocks ''  (Phil.  Mag. 
Dec.  1888),  I  noticed  the  exnlanation  given  by  Dr. 
Paris  and  Mr.  Justice  Grove  on  tne  formation  of  logging 
or  rocking  stones,  and  stated  that  the  process  described  by 
them  might  be  imitated  by  small  blocks  of  camphor  freely 
exposed  te  evaporation  in  the  air. 

Camphor  is  now  sold  in  neatly  cut  parallelepipeds,  oblong 
and  square.  A  square  block,  IJ  inch  to  the  side,  and  half 
an  inch  thick  was  superposed  upon  one  of  similar  dimensions 
(fig.  1),  and  placed  in  the  glass  pan  of  a  pair  of  scales  close  to 

*  Communicated  by  the  Author. 
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the  window  of  an  inhabited  room.  The  initial  weight  of  the 
pile  at  the  beginning  of  the  experiment  at  5  p.m.  on  the  17th 
October  last  was  422  grains  ;  on  the  18th,  at  11.30  A.M.,  the 
weight  was  416  grains. 

Oct.  19th,  at 
20th,  „ 
21st,  „ 
22nd,  „ 
23rd,  „ 
24th,  „ 
25th,  „ 
26th,  no  < 
27th,  at 
28th,  „ 
29th,  „ 
30th,  „ 
31st,   „ 

During  these  observations  the  changes  remarked  by  Mr. 
Justice  Grove  as  applicable  to  two  slabs  of  stone  applied 
equally  well  to  the  two  slabs  of  camphor.  "  If  we  suppose  a 
slab  of  stone  [camphor]  lying  on  another,  both  having  flat 
surfaces,  the  disintegration  produced  by  changes  of  weather, 
of  temperature,  Ac,  [evaporation]  would  act  to  the  greatest 
extent  at  the  comers,  and  next  to  them  at  the  edges,  because 
those  parts  expose  respectively  the  greater  surfaces  compared 
with  the  bulk  of  the  stones  [camphor].     This  would  tend  to 


grains. 

gnins. 

11,  . 

.     406 

Nov.    1st,  at  10.45,   .     259 

10.30, 

.     391 

2nd,  „  10.30,    .     253 

11,     . 

.     380 

3rcl,  „  10,   .     .     243 

12.30, 

.     366 

4th,  „  11.30,  .    235 

1.30, 

.     352 

5tli,  „  10.30,  .     226 

10.30, 

.     340 

6th,  „  10.30,  .    219 

10.15, 

.    330 

7th,  „  11.30,  .    210 

observation. 

8th,  „  10.30,  .    202 

10.30, 

.    307 

9th,  „  10.45,  .     195 

12,     '. 

.    296 

10th,  no  observation. 

11.30, 

.    286 

nth,  at  11,  .     .     183 

10,    . 

.    276 

12th,    „  10.30    .     178 

10.30. 

.    269 

round  off*  all  the  angles,  and  gradually  change  the  rhomb 
more  or  less  towards  an  oblate  spheroid.'' 

The  above  description  applies  with  great  accuracy  to  the 
changes  that  took  place  in  the  superposed  blocks  of  camphor 
(fig.  2),  whether  of  the  dimensions  above  indicated  or  on 
larger  blocks,  namely  2^  inches.  In  such  case  the  form  be- 
came reduced  in  the  course  of  many  months  to  flattened 
oblate  spheroids.  In  the  case  of  the  smaller  masses  which 
were  weighed  from  day  to  day,  after  the  solid  angles  and 
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edges  had  been  removed,  evaporation  took  place  chiefly  from 
the  top  piece,  which  being  more  freely  exposed  diminished 
far  more  rapidly  than  the  lower  piece,  wnich  it  partially 
sheltered  and  protected  from  evaporation.  Hence  tnere  was 
a  gradual  decline  in  the  loss  suffered  from  day  to  day,  namelv, 
from  10  or  12  grains  to  3  or  4.  This  decline  was  apparently 
due  to  the  diminution  of  surface  exposed,  rather  than  to  the 
state  of  the  weather  outside.  The  temperature  was  noted 
when  the  weight  was  taken,  both  with  the  wet  and  dry  bulb  ; 
but  being  in  an  inhabited  room  it  did  not  greatly  vary,  and 
the  external  atmospheric  conditions  seemed  to  have  but  little 
influence.  The  experiment  was  terminated  on  the  9th  Decem- 
ber, when  the  two  fragments  of  camphor  were  weighed 
separately.  The  lower  piece  weighed  54  grains  and  the 
upper  14.  It  will  be  seen  from  fig.  3  that  the  upper  frag- 
ment rests  upon  a  kind  of  point  due  to  the  loss  of  matter 
from  the  upper  side  of  the  lower  piece,  and  the  under  side  of 
the  upper  piece  around  the  point  of  contact,  and  this  is  exactly 
what  takes  place  in  the  logging  or  logan  stones  by  the  slower 
action  of  weathering.  It  will  be  seen  that  the  conditions  are 
now  fulfilled  to  allow  the  upper  piece  to  be  rocked  upon  the 
lower. 

An  interesting  result  was  obtained  by  inserting  a  square 
piece  of  filtering  paper  between  another  pair  of  the  1^  inch 
camphor  blocks.  The  two  blocks  were  held  between  the 
finger  and  thumb,  and  the  paper  between  them  was  trimmed 
along  the  four  sides  with  a  small  pair  of  scissors,  so  that  the 
paper  projected  over  the  lower  block  only  to  the  extent  of 
half  the  thickness  of  the  scissor  blades.  The  blocks,  put  on 
a  glass  plate,  were  placed  on  a  high  shelf  in  an  inhabited 
room,  and  were  left  undisturbed  for  many  weeks,  when  it 
was  found  that  the  slight  paper  projection  had  been  suflicient 
to  protect  the  lower  block  from  evaporation,  so  as  to  preserve 
the  solid  angles  and  edges. 

It  was  formerly  supposed  that  light  had  a  subtle  but  power- 
ful influence  in  promoting  crystallization  and  producing 
deposits  of  camphor  and  other  volatile  bodies  on  the  most 
illuminated  side  of  the  closed  vessels  containing  them.  This 
idea  was  favoured  in  our  text-books  by  such  recent  authorities 
as  Daniell,  Brande,  and  Miller.  In  the  Philosophical  Magazine 
for  November  1862, 1  showed  by  a  number  of  experiments 
that  these  deposits  are  made,  not  on  the  most  illuminated  side 
of  the  vessel,  but  on  the  coldest  side.  With  respect  to  crys- 
tallization it  was  supposed  that  a  saline  solution  would  not 
deposit  its  salt  if  the  vessel  containing  it  were  screened  from 
the  light.     Thus  Chaptal  observed  that   by   covering   over 
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certain  parts  of  the  evaporating  dish  with  black  taffeta,  so  as 
entirely  to  exclude  the  light,  crystals  would  creep  up  only  on 
the  side  to  which  light  had  access.  But  the  function  oi  the 
screen  was  mistaken  ;  its  action  being  to  prevent  evaporation, 
as  may  be  seen  in  an  experiment  so  contrived  as  to  admit 
light  freely,  but  exclude  or  limit  the  evaporating  force.  Fig.  4 
represents  two  vessels,  on  different  levels,  each  containing  a 

FiK.4. 


saline  solution  :  they  were  placed  on  the  ledge  of  a  window 
facing  the  west,  so  as  to  be  in  the  full  light  of  day,  and  often 
in  sunshine.  The  top  vessel  was  half  covered  with  a  thin 
glass  plate,  which  projected  above  and  over  one  half  of  the 
lower  vessel.  The  exposed  half  of  each  vessel  had  a  crystalline 
deposit  running  round  it.  The  left-hand  glass  contained  a 
solution  of  acetate  of  lime.  This  is  well  adapted  to  the  purpose 
of  this  test  experiment.  The  glass  being  replenished  every  few 
days,  large  rounded  cauliflower  masses  of  great  beauty  are 
formed  on  the  uncovered  half  of  the  glass,  gradually  swelling 
over  and  adhering  to  the  outside.  They  are  first  white,  but 
by  exposure  to  the  sun  become  of  a  delicate  yellow,  touched 
with  a  deep  brown  on  the  most  projecting  portions,  while  the 
solid  in  the  dish  is  striated  after  the  manner  of  certain  fibrous 
minerals.  The  glasses  may,  however,  contain  a  solution  of 
almost  any  salt,  and  a  deposit  will  be  found  on  the  uncovered 
half  of  either  glass,  and  none  on  the  covered  half. 

Highgate,  14th  December,  1891. 
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XL.  Experiments  upon  Surface-Films, 
By  Lord  Rayleiqh,  Sec.  R.S* 

THE  experiments  here  described  are  rather  miscellaneous 
in  character,  but  seem  of  sufficient  interest  to  be  worthy 
of  record.  The  greater  number  of  them  have  been  exhibited 
in  the  course  of  lectures  at  the  Hoyal  Institution. 

The  Behaviour  of  Clean  Mercury, 

According  to  Marangoni's  rule,  water,  which  has  the  lower 
surface-tension,  should  spread  upon  the  surface  of  mercury  ; 
whereas  the  universal  experience  of  the  laboratory  is  that 
drops  of  water  standing  upon  mercury  retain  their  compact 
form  without  the  least  tendency  to  spread.  To  Quincke  belongs 
the  credit  of  dissipating  the  apparent  exception.  He  found 
that  mercury  specially  prepared  behaves  quite  differently  from 
ordinary  mercury,  and  that  a  drop  of  water  deposited  there- 
on spreads  over  the  whole  surface.  The  ordinary  behaviour 
is  evidently  the  result  of  a  film  of  grease,  which  adheres  with 
great  obstinacy. 

The  process  described  by  Quincke  is  somewhat  elaborate ; 
but  my  experience  with  water  suggested  that  success  might 
not  be  so  difficult,  if  only  the  mistake  were  avoided  of  pouring 
the  liquid  to  be  tried  from  an  ordinary  bottle.  In  the  early 
experiments  upon  the  camphor  movements  difficulty  seems  to 
have  been  experienced  in  securing  sufficiently  clean  water 
surfaces.  The  explanation  is  probably  to  be  found  in  the 
desire  to  use  distilled  water,  and  to  the  fact  that  the  liquid 
would  usually  be  simply  poured  from  a  stock  bottle  into  the 
experimental  vessel.  No  worse  procedure  could  be  devised  ; 
for  the  free  surface  in  the  bottle  is  almost  sure  to  be  dirty, 
and  is  transferred  in  great  part  to  the  vessel.  In  my  expe- 
rience water  from  the  dirtiest  cistern  will  exhibit  the  camphor 
movements,  provided  that  it  be  drawn  in  the  usual  manner 
from  a  tap,  and  that  the  precaution  be  taken  to  give  the  vessel 
a  preliminary  rinsing. 

In  order  to  carry  out  the  idea  of  drawing  the  liquid  from 
underneath,  an  arrangement  was  provided  like  an  ordinary 
wash-bottle,  and  was  tilled  with  tolerably  clean  mercury.  As 
experimental  vessels  watch-elasses  are  convenient.  They 
may  be  dipped  into  strong  smphuric  acid,  rinsed  in  distilled 
water,  and  dried  over  a  Bunsen  flame.  When  the  glasses  are 
cool  they  may  be  charged  with  mercury,  of  which  the  first 

«  Communicated  by  the  Author. 
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portion  is  rejected.  Operating  in  this  way  there  was  no  diffi- 
culty in  obtaining  surfaces  upon  which  a  drop  of  water  would 
spread,  although,  from  causes  that  could  not  always  be  traced, 
a  certain  proportion  of  failures  was  met  with. 

Exposure  of  the  glasses  to  the  atmosphere  soon  tells  upon 
the  success  of  the  experiment,  although  on  one  occasion 
spreading  occurred  after  a  glass  had  stood  (with  protection 
from  dust)  for  20  hours.  Even  so  short  an  exposure  as 
10  minutes  was  found  to  prejudice  the  condition  of  the 
mercury^  surface.  Although  something  here  may  have  de- 
pended upon  the  special  character  of  the  sample  of  mercury, 
it  will  be  advisable  in  repeating  the  experiment  to  pour  the 
mercury  at  the  last  moment. 

As  might  be  expected,  the  grease  which  produces  these 
e£Fects  is  largely  volatile.  In  many  cases  a  very  moderate 
preliminary  warming  of  the  watch-glass  makes  all  the  differ- 
ence in  the  behaviour  of  the  drop. 

So  far  as  I  have  observed,  the  spreading  of  the  drop  takes 
place  always  in  a  leisurely  fashion.  If  a  little  powder  of 
recently  ignited  magnesia  be  dusted  over  the  mercury,  there 
is  no  violent  repulsion  of  the  dust  before  the  advancing  water. 
But  if  a  small  drop  of  oil  be  substituted  for  the  water,  the 
powder  is  flashed  away  80  quickly  that  the  eye  cannot  follow 
the  operation.  The  difference  between  the  two  cases  appears 
to  depend  upon  the  atmospheric  moisture.  As  soon  as  the 
mercury  is  poured,  it  coats  itself  with  an  aqueous  film,  and  the 
subsequent  spreading  of  the  drop  takes  place  upon  a  surface 
whose  affinity  for  water  is  already  largelv  satisfied.  A  drop 
of  water  that  has  spread  and  then  partially  gathered  up  again 
(as  usually  happens  after  a  short  interval)  shows  an  interesting 
behaviour  when  breathed  upon.  The  disk  contracts  some- 
what, and  then  as  the  breath,  which  need  hardly  be  visible, 
passes  off,  expands  again  ;  and  thus  a  number  of  times.  The 
temporary  character  of  the  effect  indicates  that  it  is  due 
rather  to  the  moisture  of  the  breath  than  to  any  greasy  con- 
tamination; a  view  confirmed  by  subsequent  experiments,  in 
which  the  breath  was  replaced  by  a  current  of  pure  air  which 
had  passed  through  warm  water. 

In  the  experiment  with  a  powdered  surface,  the  dust  may 
be  driven  from  the  neighbourhood  of  a  drop  of  petroleum  by 
the  action  of  vapour  without  actual  contact  of  the  liquids. 

Drops  of  Bisulphide  of  Carbon  upon  Water, 

The  behaviour  of  a  drop  of  CSj  placed  upon  clean  water  is 
also  at  first  sight  an  exception  to  Marangoni's  rule.     So  far 
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from  spreading  over  the  sarface,  as  according  to  its  lower 
tension  it  ought  to  do,  it  remains  suspended  in  the  form  of  a 
lens.  And  dust  which  may  be  lying  upon  the  surface  is  not 
driven  away  to  the  edge  upon  the  deposit  of  the  drop,  as 
would  happen  in  the  case  of  oil.  A  simple  modification  of  ihe 
experiment  suffices,  however,  to  clear  up  the  difficulty.  If 
after  the  deposit  of  the  drop  a  little  lycopodium  be  scattered 
over  the  surface,  it  ia  seen  that  a  circular  space  surro^ding 
the  drop,  of  perhaps  the  size  of  a  shilling,  remains  b  ,  ana 
this  however  often  the  dusting  be  repeated,  as  long  as  any  of 
the  CSs  remains.  The  interpretation  can  hardly  m  doubtful. 
The  bisulphide  is  reallv  spreading  all  the  while,  but  on  account 
of  its  volatility  is  unable  to  reach  any  considerable  distance. 
Immediately  surrounding  the  drop  there  is  a  film  moving 
outwards  at  a  high  speed,  and  this  carries  away  almost  instan- 
taneously any  dust  that  may  fall  upon  it.  The  phenomenon 
above  described  requires  that  the  water  surface  be  clean.  If 
a  very  little  grease  be  present  there  is  no  outward  flow,  and 
dust  remains  undisturbed  in  the  inomediate  neighbourhood  of 
the  drop.  With  the  aid  of  the  vertical  lantern,  and  a  shallow 
dish  whose  bottom  is  formed  of  plai;e  glass,  these  experiments 
are  easily  shown  to  an  audience. 

Movements  of  Dust. 

When  dust  of  sulphur  or  lycopodium  is  scattered  upon  the 
sorface  of  water  contained  in  a  partially  filled  vessel,  it  is 
found  that  after  a  few  seconds  the  dust  leaves  the  edge  and 
that  a  clear  ring  is  formed  of  perhaps  a  centimetre  in  width. 
Two  explanations  suggest  themselves.  The  aclion  may  be 
due  to  grease  conmiunicated  to  the  surface  from  the  edge  of 
the  vessel ;  or,  secondly,  it  mav  be  the  eflFect  of  gravity  upon 
those  particles  of  the  dust  which  lie  within  the  limits  of  the 
capillary  meniscus.  The  first  explanation  is  rendered  im- 
probable by  the  non-progressive,  or  at  least  but  very  slowly 
progressive,  character  of  the  e£Fect ;  and  it  is  negatived  by  a 
repetition  of  the  experiment  in  a  varied  form.  It  is  found 
that  if  the  vessel,  whether  of  glass  or  metal,  be  filled  over  the 
brim,  so  that  the  capillary  meniscus  is  convex,  then,  although 
as  before  a  bare  margin  is  formed,  the  efiect  is  due  to  a  motion 
of  the  dust  outwarck  (instead  of  inwards,  as  in  the  former 
case),  and  therefore  not  to  be  attributed  to  grease. 

A  similar  movement  of  dust  was  to  be  observed  in  the 
experiment  above  recorded,  where  magnesia  was  scattered 
,upon  a  pool  of  mercury,  and  is  undoubtedly  due  to  gravity; 
but  the  full  explanation  is  not  so  simple  as  niight  appear  at 
first  sight. 

PhU.  Mag.  8.  5.  Vol.  33.  No.  203.  April  1892.       2  C 


Digitized  by 


Google 


366  Lord  Rayleigh  on  Experiments 

Even  in  the  interior  parts  of  the  surface  at  a  distance  from 
the  edge  the  solphur  particles  do  not  retain  their  initial 
positions,  hut  form  aggregations  into  which  continually 
increasing  numbers  are  attracted.  This  is  also  due  to  gravity^ 
neighbours  tending,  as  it  were,  to  fall  into  the  depression  by 
which  every  partide  is  surrounded. 

Camphor  Movements  a  Test  of  Surface-Tension, 

The  theory  of  these  movements,  due  to  Van  der  Mens- 
brugghe,  implies  that  they  will  take  place  with  greater  or  less 
vigour  80  long  as  the  tension  of  the  surface,  which  may  be  in 
some  degree  contaminated,  is  greater  than  that  of  a  saturated 
solution  of  camphor.  If,  however,  the  contamination  be  so 
great  that  the  tension  falls  below  this  point,  the  solution  of 
camphor  can  no  longer  spread  upon  the  surface,  and  the 
movements  cease.  Thus,  according  to  this  theory  and  to 
observations*  upon  a  saturated  solution  of  camphor,  the 
movements  are  an  indication  that  the  actual  tension  does  not 
fall  below  '71  of  that  of  pure  water. 

Although  there  appeared  to  be  no  reason  for  distrusting 
this  view,  it  was  tnought  desirable  to  examine  specially 
whether  the  cessation  of  the  movements  was  really  a  question 
of  surface-tension  only,  without  regard  to  the  character  of 
the  contamination.  The  readiest  method  of  ensuring  the 
equality  of  the  tensions  of  two  surfaces  contaminated  with 
different  materials  is  to  make  the  two  surfaces  parts  of  one 
surface,  for  two  parts  of  the  same  surface  cannot  be  at  rest 
unless  they  have  the  same  tension.  The  method  of  experi- 
ment was  therefore  to  divide  a  surface  of  clean  water  con- 
tained in  a  large  dish  into  two  parts  by  a  line  of  dust,  and  to 
communicate  different  kinds  of  grease  to  the  surfaces  on  the 
two  sides  of  the  indicating  line.  If,  for  example,  a  small 
chip  of  wood,  slightly  greased  with  oHve*oil,  be  allowed  to 
touch  one  part  of  t&e  surface,  the  line  of  dust  is  repelled  by 
the  expansion  of  that  part,  but  the  effect  may  be  compensated 
by  a  slight  greasing  of  the  other  part  with  oil  of  cassia.  By 
careful  alternate  additions  the  line  of  dusc  may  be  kept  central, 
while  the  two  halves  become  increasingly  greased  with  the 
two  kinds  of  oil.  At  every  stage  of  this  process,  so  long  as 
the  surface  is  at  rest,  the  tension  of  all  parte  is  necessarily  the 
same. 

A  large  number  of  substances  have  thus  been  tried  in 
pairs,  of  which  may  be  mentioned  oils  of  olive^  cassia,  turpen- 
tine, lavender,  cinnamon,  anise,  petroleum,  pseudocumene. 


*  Phil  Mag.  November  1890. 
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In  no  case  could  any  difference  be  detected  in  the  behayionr 
of  camphor  fragments  on  the  two  sides.  Whenever  possible, 
the  quantities  of  oil  were  adjusted  to  the  point  at  which  the 
movements  were  just  ceasink*.  In  case  of  overshooting  the 
mark,  the  excess  of  oil  could  be  easily  removed  by  strips  of 

Eaper,  partially  immersed  and  then  withdrawn,  the  action 
eing  equivalent  to  an  expansion  of  the  surface.  In  several 
cases  the  volatility  of  the  substance  with  which  the  surface 
was  contaminated  led  to  a  subsequent  retraction  of  the  line  of 
dust.  Thus  freshly  distilled  oil  of  turpentine,  even  at  first 
barely  capable  of  arresting  the  movements,  soon  passes  off. 

As  was  shown  by  Tomlinson,  oil  of  anise  is  incapable  of 
arresting  the  camphor  movements.  In  the  experiment  with 
a  partition  of  dust,  olive-oil  will  drive  oil  of  anise  into  a  very 
small  space,  whose  area  is  doubtless  dependent  upon  the 
amount  of  other  impurities  presenL  In  this  case,  as  in  all 
others,  the  behaviour  of  camphor  is  the  same  on  the  various 
parts  of  the  surface. 

It  may  thus  be  taken  as  established  that  the  relation  of  a 
contaminated  surface  to  the  camphor  movements  is  one  of 
sai*fac^tension  only. 

A  similar  method  of  experimenting  may  be  applied  to  a 
rough  determination  of  the  degree  of  purity  of  cleansed  sur- 
faces. The  whole  of  the  surface  under  test  is  lightly  dusted 
over,  and  olive-oil  is  applied  at  several  places  close  to  the 
circumference  until  camphor  movements  are  nearly  arrested. 
After  each  addition  of  oil  the  dusted  area  contracts,  and  at 
the  close  of  operations  it  gives  a  measure  of  the  extent  to 
which  the  original  contammation  must  be  concentrated  in 
order  to  stop  camphor. 

A  few  numbers  may  be  given  as  examples,  although  in  all 
probability  the  result  is  influenced  by  a  variety  of  circum- 
stances. A  circular  area  of  10  inches  diameter,  occupied  by 
tap  water,  and  cleansed  by  the  flexible  hoop  described  in 
former  papers,  was  tested  on  July  28, 1891.  The  application 
of  oil^  just  sufficient  to  stop  the  camphor  movements,  drove 
the  dust  into  a  central  circular  patch  of  2^  inches  diameter. 
When  the  surface  was  in  its  natural  condition,  unpurified  by 
the  action  of  the  hoop,  the  central  patch  was  of  about  5  inches 
diameter.  These  numbers,  approximately  verified  on  repe<> 
tition,  show  that  the  natural  surface  was  about  4  times,  and 
the  purified  about  16  times  better  than  according  to  the 
camphor  standard.  The  difference  between  the  two  cases  is 
less  than  was  expected,  and  would  perhaps  have  been  greater 
bad  distilled  water  been  emploved.  It  must  be  remembered 
also  that  contact  with  dust  (sulphar)  is  unfavourable  to  the 
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purity  of  a  water  surface.  In  a  very  good  light  a  spedal 
dusting  might  probable  be  dispensed  with,  the  motion  of  the 
surface  being  evidenced  by  inevitable  motes. 

If  the  dust  be  applied  in  the  first  instance  to  a  small  central 
pateh^  which  is  then  touched  internally  with  a  very  small 
quantity  of  oil,  the  expansion  of  the  dust  in  the  form  of  a  ring 
is  followed  by  a  slight  but  unmistakable  rebound.  The  effect 
appears  to  take  place  when  the  surface  is  verv  clean  to  begin 
with,  and  is  then  somewhat  difficult  of  explanation.  I  am 
disposed  to  think  that  it  must  be  attributed  in  all  cases  to 
initial  contamination.  This  is  concentrated  in  front  of  the 
rapidly  advancing  ring,  and  has  not  time  to  diffuse  itself 
equally  over  the  whole  external  area.  Under  the  influence 
of  inertia  the  expansion  of  the  central  area  mav  then  proceed 
so  far  that  its  tension  becomes  greater  than  that  of  the  parts 
immediately  surrounding. 

Influence  of  Heat. 

For  a  lecture  experiment  the  effect  of  heat  is  best 
shown  by  holding  a  hot  body  near  the  surface  of  water  con- 
tained in  a  shallow  vessel  with  a  glass^  bottom.  The  hot 
body  may  be  the  end  of  a  glass  rod  heated  by  a  flame,  or 
more  conveniently  a  small  spiral  of  platinum  \«dre,  rendered 
incandescent  at  will  by  an  electric  current.  The  immediate 
effect  of  the  heat  is  to  lower  the  tension  of  the  part  of  the 
surface  affected  ;  but  the  visible  result  depends  entirely  upon 
whether  the  surface  be  clean  or  otherwise.  In  the  former 
case  the  heated  surface  expands,  and  an  outward  current  is 
generated.  This  is  rendered  evident  by  the  clearing  away  of 
dust.  But  if  the  original  contamination  exceed  a  very  small 
quantity,  a  moderate  expansion  of  the  heated  area  brings  the 
tension  again  up  to  equality  with  that  of  the  surrounding 
surface,  and  there  is  no  further  action.  In  this  case  there  is 
no  visible  clearing  away  of  dust  under  the  hot  body. 

Under  favourable  circumstances  a  very  slight  elevation  of 
temperature  sufiices.  On  July  28  a  shallow  tin  vessel  8x5 
inches,  the  lid  of  a  biscuit-box,  was  levelled  and  filled  with 
tap-water  from  a  rubber-hose,  after  a  thorough  preliminary 
rinsing  in  situ.  A  little  dust  (sulphur)  was*  then  scattered 
over,  and  the  finger  was  brought  underneath  into  contact 
with  the  bottom  of  the  dish.  After  about  20  seconds  the  dust 
opened  out,  and  a  bare  spot  was  formed  over  the  finger  of 
about  1^  inch  diameter.  A  spirit-flame,  applied  for  a  few 
seconds  under  one  end  of  the  dish,  cleared  away  the  dust  from 
the  larger  part  of  the  area.  If  when  quiet  was  nearly  restored, 
a  litde  fresh  dust  was  applied,  and  the  experiment  with  the 
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finger  repeated,  the  effect  was  more  pronounced  than  before, 
and  the  oared  space  much  larger,  showing  that  the  treatment 
with  the  spirit-flame  had  driven  away  most  of  the  residual 
contamination,  9 

The  best  efiects  were  obtained  with  a  dish  somewh&t  larger 
than  that  above  mentioned  ;  and  in  subsequent  experiments 
the  difference  of  temperature  between  different  parts  was  more 
readily  maintained  by  the  use  of  a  vessel  in  wnich  the  main 

Jortions  were  connected  by  a  comparatively  narrow  channel, 
n  this  way  the  tensions  of  surfaces,  contaminated  in  different 


Fig.l. 

degrees,  may  be  equalized,  the  warmer  purer  surface  in  one 
compartment  balancing  the  colder  but  greasier  surface  in  the 
other.  And  the  actual  temperature  difference  necessary  for 
equilibrium  gives  a  measure  of  the  small  difference  of  tensions 
to  be  compensated*. 

When  tne  surface  of  the  liquid  in  the  tin  vessel  is  but  verv 
slightly  greased,  a  spot  can  no  longer  be  cleared  by  the  warmth 
of  the  finger  held  underneath.  Indeed  the  spint-flame  itself 
soon  becomes  ineffective.  And  yet  the  greasing  may  be  so 
slight  that  camphor  fragments  move  with  apparently  unabated 
vigour. 

It  is  of  interest  to  compare  the  behaviour  of  saturated 
solution  of  camphor  with  that  of  greasy  water.  The  former 
can  scarcely  be  brought  to  rest,  unless  covered  up.  This  is 
doubtless  due  to  evaporation  of  camphor,  aided  by  local 
draughts.  A  spirit-flame  drives  away  dust  in  a  maimer  im- 
possible in  the  case  of  a  merely  greasy  surface,  whose  tension 
m<iy  nevertheless  be  decidedly  higher  than  tliat  of  the  cam- 
phorated water. 

It  may  here  be  mentioned  that  the  lowering  of  tension  by 
camphor  follows  a*  different  law  from  the  lowering  caused  by 
soap.  In  the  latter  case  the  fall  of  tension  requires  time,  and 
at  the  first  moment  of  its  formation  a  free  surface  has  almost 
the  tension  of  pure   water.     Similar  experiments  to  those 

*  The  lowering  of  tension  per  degree  Cent,  is  said  to  be  'OOIS  of  the 
total  value. 
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formerly  recorded^  with  soapy  water  have  shown  ihat  the 
ratio  01  tensions  for  pnre  water  and  for  solution  of  camphor 
are  the  same  at  the  first  moment  of  the  formation  of  a  free 
surface  as  when  tffi  measures  are  conducted  statically. 

Saponine  and  Soap. 

A  strong  infusion  of  horse-chestnuts  allowed  excellent 
hubbies  to  oe  blown,  up  to  4  inches  or  more  in  diameter. 
When  the  interiors  of  equal  bubbles  of  soap  and  of  saponine 
were  brought  into  communication,  the  latter  contracted  and 
the  former  expanded,  showing  that  the  tension  of  the  sapo- 
nine film  was  the  greater.  In  order  to  dbtain  equilibrium, 
the  diameter  of  the  saponine  bubble  reauired  to  be  about  half 
as  great  again  as  that  of  the  soap  bubble.  These  saponine 
bubbles  exoibited  the  characteristic  wrinkling,  when  caused 
suddenly  to  contract  by  withdrawal  of  part  of  the  contained  air. 

The  foaming  of  Highland  water&lls  is  doubtless  attributable 
to  dissolved  vegetable  matter.  In  the  autumn  of  1890  I  had 
an  excellent  opportunity  of  observing  these  efiects  in  the  case 
of  the  river  Creed  at  Stomoway.  By  the  coalescence  of 
smaller  ones  hemispherical  bubbles  of  remarkable  size,  up  to 
a  foot  or  more  in  diameter,  were  frequently  formed,  and  en- 
dured for  a  few  seconds;  and  yet  not  the  smallest  bubble 
could  be  blown  from  a  tobacco-pipe.  However,  by  coUectiDg 
some  of  the  foam  and  allowing  it  to  subside,  which  took  a 
good  while,  I  obtained  liquid  from  which  bubbles  .could  be 
blown  with  a  pipe  up  to  4  inches  diameter.  But  these  bubbles 
behaved  like  soap,  and  not  as  had  been  rather  expected,  like 
saponine,  remaining  perfectly  light  and  smooth  when  the 
included  air  was  rapidly  withdrawn. 

Separation  of  Motes. 

In  the  course  of  some  experiments  last  year,  in  illustration 
of  Sir  G.  Stokes's  theory  of  ternary  mixtures,  I  had  prepared 
an  association  t  of  water,  alcohol,  and  ether,  in  whicn  the 
Quantity  of  alcohol  was  so ;  adjusted  that  the  tendency  to 
divide  into  two  parts  was  almost  lost.  As  it  was,  division  took 
place  after  shaking  into  two  nearly  equal  parts,  and  these 

Earts  were  of  almost  identical  composition.     On  placing  the 
ottle  containing  the  liquids  in  the  concentrated  light  from  an 

•  Proc.  Roy.  Soc.  March  1890. 

t  Astodatum  is  here  emolojed  as  a  general  term  denoting  the  juxta- 
position of  two  or  more  fluids.  Whether  the  result  is  a  mixture  depends 
upon  circumstances. 
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arc  lamp,  I  was  struck  with  the  contrast  between  the  appear- 
ance of  the  two  parts.  The  lower,  more  aqueous,  layer 
was  charged  with  motes,  while  the  upper,  more  ethorial,  layer 
was  almost  perfectly  free  from  them.  Some  years  ago  I  had 
attempted  toe  elimination  of  motes  by  repeated  distillation  of 
liquid  in  vacuum,  conducted  without  actual  ebullition,  but  I 
had  never  witnessed  as  the  result  of  this  process  anything  so 
clear  as  the  etherial  mixture  above  described. 

The  observation  with  the  ternary  association,  which  happened 
to  be  the  first  examined,  is  interesting,  because  the  approxi- 
mate equality  of  the  liquids  suggests  ^at  the  explanation  has 
nothing  directly  to  do  with  gravitation.  But  the  presence  of 
alcohol  is  not  necessary.  Ether  and  water  alone  shaken 
together  exhibit  the  same  phenomenon.  •  It  would  appear  that 
when  the  two  liquids  are  mixed  together  in  a  finely  divided 
condition,  the  motes  attach  themselves  by  preference  to  the 
more  aqueous  one,  and  thus  when  separation  into  two  distinct 
layers  follows,  the  motes  are  all  to  be  found  below. 

An  obvious  explanation,  which,  however,  stands  in  need  of 
confirmation,  is  tnat  under  the  play  of  the  capillary  forces  the 
energy  is  least  when  the  motes,  which  may  be  presumed  to  be 
denser  than  either  liquid,  are  in  contact  with  the  denser 
rather  than  with  the  rarer  of  the  two.  The  density  here 
referred  to  is  that  which  occurs  in  Laplace's  theory  of  capil- 
larity, and  may  need  to  be  distinguished  from  ordinary 
mechanical  density. 

I  have  lately  endeavoured  to  obtain  some  confirmation  of 
the  views  above  expressed  by  the  use  of  other  liquids.  It 
would  evidently  be  satisfactory  to  exhibit  the  selection  of 
motes  by  the  upper,  instead  of  by  the  lower,  layer.  Experi- 
ments with  bismplude  of  carbon  and  water,  and  also  asso- 
ciations of  these  two  bodies  with  alcohol,  which  act.s  as  a 
solvent  to  both,  gave  no  definite  result,  perhaps  in  consequence 
of  a  tendency  to  the  formation  of  a  solia  pellicle  at  the 
common  surfaces.  But  with  chloroform  and  water,  and  with 
associations  of  chloroform,  water,  and  acetic  acid  (acting  as  a 
common  solvent),  the  experiment  succeeded.  The  motes  were 
always  collected  in  the  uppef,  more  aqueous,  layer,  even  when 
the  composition  of  the  two  layers  into  which  the  liquid  sepa- 
rated was  so  nearly  the  same  that  a  few  additional  drops  of 
acetic  acid  sufficed  to  prevent  separation  altogether. 

In  this  and  similar  cases  a  marked  tendency  to  foaming 
may  be  observed  when  the  composition  is  such  that  separation 
just  fails  to  take  place. 
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The  Lowering  of  Tension  by  the  CondeMoJUon  of  Ether 
Vapour, 

The  suspension  of  water  in  an  inverted 
tube  of  small  bore  is  familiar  to  all.  The 
limit  of  diameter  was  investigated  some  years 
ago  by  Duprez  *•  A  glass  tube,  such  as  that 
shown  in  fig.  2,  is  ground  true  at  the  lower 
end,  and  at  the  upper  end  is  connected  to  an 
india-rubber  tube  provided  with  a  pinch-cock. 
Water  is  sucked  up  from  a  vessel  of  moderate 
size,  the  rubber  is  nipped,  and  by  a  quick 
motion  the  tube  and  the  vessel  are  separated, 
preferably  by  a  downward  movement  of  the 
latter.  In  this  way  of  working  Duprez  found 
that  the  liquid  might  remain  suspended  in 
tubes  of  diameter  up  to  16  miUim.,  and  with 
the  aid  of  a  sliding  plate  up  to  19*85  millim. 
The  theorr  is  given  in  MaxwelFs  article  in 
the  Encf/ctopceaia  Britanniea  ("  On  Capillary 
Action  ).  For  lecture  purposes  it  is  well 
not  to  attempt  too  much.  The  tube  employed 
by  me  had  an  internal  diameter  of  14^  millim., 
and  there  was  no  difficulty  in  obtaining  sus- 
pension. The  experiment  on  the  effect  of 
ether-vapour  was  then  as  follows  : — The  inverted  tube,  with 
its  suspended  water,  being  held  in  a  clamp,  a  beaker  con- 
taining a  few  drops  of  ether  was  brought  up  from  below 
until  the  free  surface  of  the  water  was  in  contact  with  ether 
vapour.  The  lowering  of  tension,  which  follows  the  con- 
densation of  vapour,  is  then  strikingly  shown  by  the  sudden 
precipitation  of  the  water. 

Breath  Figures  and  their  Projection. 

These  figures  are  perhaps  most  readily  prepared  upon  the 
plan  described  in  Blesses  ^  Electricity.'  The  carefully  cleaned 
glass  plate  upon  which  the  image  is  to  be  received  is  placed 
upon  a  flat  metallic  slab,  and  upon  it  again  rests  the  coin  to  be 
copied,  for  example,  a  shilling.  The  two  conductors  form  the 
coatings  of  a  Leyden  jar,  and  are  connected  by  wires  to  the  dis- 
charging terminals  of  a  large  Wimshurst  machine,  the  latter 
being  set  so  as  to  give  sparks  about  ^  inch  long.  In  my  ex- 
periments about  20  turns  of  the  handle  were  found  sufficient 
to  impress  the  latent  image. 

*  *'  Sur  un  cas  particulier  de  I'^uilibre  des  liquides,"  BrureUes,  Acad, 
Set.  MSm.  xxvi.  1851 ;  xxviii.  1864. 


Digitized  by 


Google 


I 


upon  Surface^Films,  373 

The  projection  of  the  figures,  developed  upon  the  glass  by 
breathing,  requires  a  special  arrangement,  which  it  is  the 
principal  object  of  this  note  to  describe.  For  this  purpose 
the  light  simply  transmitted  by  the  undimmed  part«  of  the 
plate  must  be  intercepted,  leaving  the  image  to  be  formed  by 
the  light  diverted  from  its  path  by  the  condensed  breath.  The 
arrangement  was  as  follows : — 

The  ordinary  condenser  B  (fig.  3)  of  the  electric  lantern 
was  stopped  down  to  an  aperture  of  |  inch,  and  provided  a 

Fig.  8. 


SCALE  A 

somewhat  divergent  beam  of  light  of  corresponding  diameter. 
At  a  distance  of  15^  inches  from  the  condenser  was  placed 
the  slide  C  upon  which  a  figure  had  been  impressed.  The 
focusing  lens  D  was  of  plate-glass,  6  inches  in  diameter 
and  25  inches  focus,  and  was  of  course  distant  from  the  breath 
figure  by  an  amoimt  slightly  exceeding  its  own  focal  length. 
Any  light  that  might  pass  outside  was  intercepted  by  a  suit- 
able mounting.  So  far  there  was  nothing  peculiar,  except  in 
respect  to  the  dimensions  of  the  focusing  lens.  But  now 
between  the  latter  and  the  screen  was  inserted  a  disk  E  of 
black  card  2  inches  in  diameter,  at  such  a  distance  (40  inches) 
from  the  lens  as  to  receive  a  well-defined  image  of  the  hot 
carbons  A.  By  this  disk  all  regularly  refracted  light  would 
be  stopped,  so  that  the  screen  would  appear  dark.  If, 
however,  an^  part  of  the  prepared  glass  be  dimmed  by  the 
breath,  light  is  there  diverted  from  its  path,  and  thus  escaping 
the  stop  proceeds  to  form  an  image  of  the  part  in  question 
upon  the  screen.  The  dewed  parts  of  the  breath-figure  are 
accordingly  seen  bright  upon  a  dark  groimd ;  and  with  the 
arrangement  described,  in  which  the  large  diameter  of  the 
focusing  lens  is  a  leading  feature,  the  projected  images  are 
very  beautiful.  A  similar  method  would  probably  be  adequate 
to  the  projection  of  smoke-jets. 

In  conclusion  I  may  mention  that  the  latent  images  can 
be  developed  in  a  more  durable  manner  by  a  deposit  of 
silvery  the  arrangements  being  such  as  are  adopted  for  the 
silvering  of  mirrors,  except  t^t  the  action  is  stopped  at  an 
earlier  stage.  The  washed  and  dried  deposit  m^j  then  be 
protected  from  mechanical  injury  by  a  coat  of  varmsh. 

Maxch  4, 1892. 
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XLL   Wave  Propagaium  of  Magnetism. 
By  John  Trowbridgk  *. 

"f7"ARI0US  attempts  have  been  made  to  discover  a  wave- 
▼  propagation  of  magnetism  along  bara  of  iron  or  aronnd 
rings  of  tnis  metal  f.  The  ordinary  method  of  investigation 
has  been  to  subject  the  iron  to  alternating  currents  of  a  certain 
frequency,  and  to  search  for  nodes  along  the  extent  of  the  bar 
or  ring.  The  search  has  been  conducted  by  employing  small 
secondary  coils  of  wire  connected  with  a  ballistic  galvanometer 
or  with  telephones. 

I  have  lately  examined  this  question  with  a  new  instrument 
which  I  have  termed  a  phasemeter,  and  which  seems  to  me  to 
be  of  great  use  in  the  subject  of  alternating  currents.  It 
consists  of  an  application  of  Lissajous's  method  of  studying  the 
vibration  of  tuning-forks  to  two  telephones  which  take  the 
place  of  the  tuning-forks.  On  the  diaphragm  of  each  tele- 
j)hone  is  affixed  a  mirror  ;  and  the  axes  of  the  telephones  are 
so  turned  that  the  excursions  of  a  spot  of  light,  reflected  from 
both  the  mirrors  of  the  telephones,  represent  the  figure  pro- 
duced by  a  combination  of  two  motions  at  right  angles  to 
each  other.  In  the  telephone  which  I  have  employed,  the 
diaphragms  are  about  three  inches  in  diameter,  and  are 
clamped  delicately  around  the  edges  npon  their  support  by 
Uttle  screw-clamps,  which  can  be  moved  about  until  the  dia- 
phragm vibrates  in  unison  with  the  alternating  currents  which 
are  employed.  Professor  Eli  W.  Blake  J  has  described  a 
method  of  making  the  vibrations  of  a  telephone-diaphragm 
visible.  And  since  I  began  to  work  upon  this  subject 
M.  Wien§  has  described  an  instrument  which  he  terms  an 
optical  telephone,  which  he  employs  for  the  measurement  of 
alternating  currents.  In  his  method  a  stylus  connected  with 
the  centre  of  the  diaphragm  touches  a  hght  mirror  which  is 
placed  upon  a  flexible  support,  and  thus  the  motions  of  the 
diaphragm  are  amplified.  Great  care  must  evidently  be  taken 
that  the  support  of  the  mirror  should  move  in  unison  with  the 
stylus  connected  with  the  diaphragm.  Professor  Blake's 
method  is  an  extremely  sensitive  one  :  for  my  purposes,  how- 
ever, I  have  found  the  method  of  clamping  the  diaphragm 
around  its  edges  at  suitable  points  sufficiently  sensitive^  and  I 

*  Commimicated  by  the  Author. 

t  Dr.  Harold  Whiting,  Proc.  American  Academy  of  Arts  and  Sciences, 
p.  14  (1881);  F.  T.  Trouton,  <  Nature/  November  1891. 
X  American  Journal  of  Science,  vol.  xvi.  (1878). 
§  Atm,  der  Physik  und  Chemie,  No.  12  (1891). 
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have  not  been  troubled  by  the  vibration  of  supports  or  dis- 
tarbances  in  the  room  where  the  instrument  was  set  up.  The 
two  telephones  can  be  mounted  upon  the  same  support,  and 
the  entire  instrument  can  be  comprised  in  a  box  a  foot  square. 
I  have  used  as  a  source  of  light  a  Welsbach  burner,  which 
consists  of  a  fine  gauze  of  zirconium  placed  in  the  flame  of 
a  Bunsen  burner.  A  tin  chimney  provided  with  a  circular 
opening  of  about  ^  inch  in  diameter  is  placed  over  a  glass 
chimney  and  a  cylinder  of  writing-paper  over  the  tin  cylinder; 
a  pinhole  in  the  paper  at  the  centre  of  the  orifice  in  thje  tin 
chimney  enables  one  to  obtain  a  point  of  light  on  a  light 
ground.  This  light  ground  diminishes  diffraction-eflects  and 
enables  one  to  see  the  cross  wires  of  an  observing-telescope 
or  microscope.  With  a  lime-light  or  electric  light  the  differ- 
ence of  phase  between  brancm  circuits  and  main  circuits 
through  which  alternating  currents  are  pulsating  can  be 
shown  to  a  large  audience.  On  account  of  its  application  to 
the  study  of  difference  of  phase  in  magnetic  researches,  I  have 
termed  the  instrument  a  phasemeter.  It  is  evident  that 
it  can  be  used  to  study  the  nodal  lines  of  membranes  and 
plates :  for  this  purpose  a  plate  or  membrane  provided  with 
a  mirror  might  be  placed  in  front  of  a  movable  magnet  con- 
taining at  its  end  a  coil  of  wire,  and  the  vibrations  of  any 
membrane  or  thin  plaie  could  be  compared  with  those  of  the 
diaphragm  of  a  fixed  and  stiandard  telephone. 

1  have  also  employed  the  instrument  for  studying  differ- 
ences in  phase  between  branch  circuits.  That  there  are  such 
differences  of  phase  has  been  shown  by  Lord  Eayleigh  and 
others.  This  portion  of  my  investigation  I  reserve  for  a 
subsequent  paper. 

The  phasemeter  permits  of  the  study  of  the  effect  of  differ- 
ent qualities  of  iron  and  steel  in  increasing  the  self-induction 
of,  and  therefore  the  impedance  of,  branch  circuits ;  and  it 
seems  to  me  can  be  made  of  great  use  in  the  study  of  alter- 
nating-current motors.  It  is  well  known  that  two  or  three 
electrodynamometers  must  be  employed  in  the  ordinary 
methods  of  determining  change  of  phase.  The  phasemeter 
can  be  quickly  employed  and  its  adjustments  are  extremely 
simple.  The  application  of  this  instrument  to  the  question 
of  magnetic  waves  is  the  subject  of  this  paper.  I  have 
employed  it  both  on  rings  and  straight  bars,  laminated  and 
solid.  The  ring  I  employed  was  3  feet  in  diameter,  and  the 
diameter  of  its  cross  section  was  ^  inch.  Two  large  coils  of 
coarse  wire  were  slipped  upon  the  ring,  through  wliich  an 
alternating  current  could  be  passed.  These  coils  could  be 
separated  or  joined  together,  and  by  a  commutator  opposite 
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poles  or  poles  of  the  same  name  could  be  opposed.  Two 
small  coils  of  fine  wire  were  also  slipped  upon  tne  ring  ;  each 
of  these  small  coib  was  connected  with  a  telephone.  The 
diaphragm  of  one  telephone  gave  a  horizontal  hne  of  light, 
and  the  diaphragm  of  tne  other  a  vertical  line^  the  combina- 
tion of  the  two  amplitudes  giving  a  straight  line,  an  ellipse,  or 
a  circle. 

On  placing  one  of  the  small  coils  at  a  fixed  point  on  the 
ring  on  one  side  of  one  of  the  large  coils  and  the  other  small 
coil  between  the  two  large  coils,  I  examined  the  distribution 
of  magnetism  between  the  coils  when  the  same  poles  or  oppo- 
site poles  were  opposed  to  each  other.  A  preliminary  experi- 
ment in  which  the  two  small  fine  coils  were  on  the  same  side 
of  one  of  the  large  coils  gave  me  no  indication  of  nodes,  or 
ohange  of  phase. 

When,  however,  one  coil  was  placed  in  the  manner  I  have 
described  between  the  two  coils,  and  one  on  the  opposite  side 
of  either  of  the  coils,  the  following  phenomena,  which  are 
sufficiently  obvious,  were  observed.  With  a  current  of  2500 
alternations  per  minute,  an  ellipse  was  seen  in  the  phasemeter 
when  the  coils  were  at  an  equal  distance  from  the  ends  of 
either  of  the  large  coils.  When  poles  ot  the  same  name  were 
opposed  to  each  other,  this  ellipse  changed  from  an  ellipse 
with  its  major  axis  inclined  to  the  right  to  an  ellipse  with 
this  axis  inclined  to  the  left  or  the  reverse,  thus  indicating  a 
dificrence  of  phase  of  180°. 

At  the  central  point  on  the  iron  between  the  two  poles  of 
the  same  name^  the  small  coil  placed  there  indicated  no  lines 
of  force  threaded  through  it,  and  consequently  the  telephone 
connected  with  this  coil  gave  no  amplitude,  and  a  line  of  light 
either  horizontal  or  vertical  was  given  by  the  other  telephone. 
When  poles  produced  by  the  current  in  the  large  coils  were 
of  opposite  sign,  there  was  no  appreciable  change  of  phase 
produced  by  moving  one  of  the  small  coils  on  the  iron  between 
these  poles ;  only  the  amplitude  of  the  diaphragm  of  the  tele- 
phone connected  with  it  changed. 

The  reason  of  the  change  of  phase  in  the  first  case  is 
obvious.  In  the  case  of  two  poles  of  the  same  sign  which  are 
opposed,  the  lines  of  force  are  threaded  through  the  coil  in 
one  direction  on  one  side  of  the  middle  point  of  the  iron 
between  the  coils,  and  in  the  opposite  direction  on  the  other 
side  of  this  middle  point.  With  poles  of  opposite  sign 
opposed,  the  lines  of  force  are  threaded  in  the  same  direction 
in  whichever  way  the  small  coil  is  moved  between  these  poles. 
The  same  phenomena  can  be  observed  on  straight  bars.  An 
interesting  manner  of  showing  the  change  of  phase  produced 
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by  the  opposition  of  poles  of  the  same  or  contrary  sign,  is  to 
place  one  of  the  small  coils  on  the  core  of  a  large  coil,  at  one 
end  of  this  latter  coil,  and  to  place  the  other  small  coil  on  a 
small  rod  of  iron  or  steel,  and  to  bring  this  rod  with  its  coil 
near  one  end  of  the  core  of  the  large  coil  and  afterwards  to 
the  other  end.  The  change  of  phase  of  the  ellipses  is  readily 
shown,  and  is  evidently  dne  to  the  threading  of  the  lines  of 
force  by  induction  through  the  small  coils  in  the  same  or  in 
opposite  directions. 

If  an  incandescent  lamp  of  about  one-candle  power  is 
connected  with  one  of  the  small  coils,  and  the  coil  is  placed  on 
the  iron  ring  between  poles  of  the  same  name,  the  lamp  will 
not  glow  ;  but  on  changing  the  poles  so  that  two  of  opposite 
sign  shall  be  opposed,  the  lamp  immediately  glows.  This 
point,  however,  cannot  be  called  a  true  nodal  point,  and  I 
failed  to  find  any  other.  Although  it  is  probably  true  that 
the  most  distant  molecule  of  the  iron  quivered  under  the 
periodic  alternations  of  magnetism  to  which  it  was  subjected, 
yet  there  was  no  wave-motion  along  the  iron  ring.  Just  as 
a  distant  molecule  might  have  responded  quickly  to  the  first 
application  of  heat  to  the  ring,  there  is  no  true  wave-motion 
in  the  propagation  of  the  heat.  It  seems  to  me  that  the  pro- 
pagation of  magnetic  disturbances  produced  by  forced  oscilla- 
tions on  iron  bars  is  closely  analogous  to  the  propagation  of 
heat  over  these  bars,  and  that  each  molecule  of  tne  iron  swings 
under  the  directive  moment  of  the  magnetic  field  somewluat 
like  a  pendulum  in  molasses. 

Instead  of  the  formula 


we  have 


cPu    ^  J  du  ^    ^      ^ 


The  curve  of  distribution  of  magnetism  on  the  ring  can  be 
made  to  agree  closely  with  an  exponential  form,  which  is 
evidently  the  solution  of  the  second  of  the  above  equations. 

The  projection  of  the  ellipses  on  a  screen  makes  a  very 
interesting  lecture-experiment. 

To  ascertain  whether  changes  of  phase  could  be  detected 
between  the  inner  portions  of  a  thick  iron  core  subjected  to 
alternating  magnetic  impulses  and  the  outside  of  this  core,  I 
placed  one  of  the  coils  of  the  phasemeter  in  a  channel  which 
was  turned  about  the  centre  of  a  core  of  iron,  the  diameter  of 
the  curve  being  2^  inches.      Another  coil  with  its  centre 
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coinciding  with  the  centre  of  the  imbedded  coil  was  slipped 
on  the  outside  of  the  core :  no  changes  of  phase  could  be 
observed  between  the  inner  portions  of  the  iron  core  and  the 
outside  portions.  When  an  armature  was  placed  over  the 
imbedded  coil,  thus  completely  closing  it  in  iron,  hardly  any 
lines  of  force  were  threaded  through  it.  They  were  diverted 
to  the  surface  of  the  iron  core.  Here  we  had  the  case  of 
Thomson^s  marine  galvanometer,  and  the  amplitude  shown  by 
the  telephone-diaphragm  connected  with  the  imbedded  coil 
was  reduced  to  almost  nothing.  When,  however,  the  arma- 
ture which  extended  over  the  entire  cross  section  of  the  core 
was  removed  and  an  armature  was  employed  which  extended 
the  iron  which  passed  through  the  centre  of  the  imbedded 
coil  beyond  the  limits  of  the  ends  of  the  thick  core,  the  lines 
of  magnetic  force  were  brought  down  from  the  surface  of  the 
iron  and  made  to  thread  themselves  through  the  imbedded 
coil.  Properly  chosen  armatures  can  be  made  to  closely 
resemble  arrangements  of  lenses,  bringing  magnetic  lines  into 
bundles  or  spreading  them.  An  incandescent  lamp  can  thus 
be  made  to  glow  when  it  is  connected  with  a  coil  imbedded  in 
iron,  by  diverting  the  lines  of  magnetic  induction  through  it 
with  suitable  armatures.  To  illustrate  the  distribution  of  the 
lines  of  force  about  an  electromagnet^  one  can  employ  the 
phasemeter  to  advantage.  By  reducing  the  diameter  of  the 
iron  ring  on  which  the  coils  I  have  described  are  slipped,  so 
that  a  sufficient  number  of  lines  of  force  are  threaded  from  the 
north  pole  to  the  south  pole  of  one  of  the  large  coils,  one  can 
show  tnat  an  incandescent  lamp  can  be  lighted  even  when  it 
is  outside  the  coil  in  a  plane  perpendicular  to  the  axis  of  one 
of  the  large  coils  and  passing  through  its  centre.  It  is 
evident  that  there  would  be  no  induction  through  the  coil  if 
the  iron  did  not  make  a  magnetic  circuit. 

The  experiments  I  have  described  were  conducted  with  an 
alternating  machine  giving  currents  of  the  period  of  2500  to 
5000  a  minute.  Doubling  the  rate  of  alternation  only  pro- 
duced changes  in  amplitude. 

Dr.  Harold  Whiting,  in  the  paper  I  have  cited,  could  find 
no  true  nodes  in  the  propagation  of  magnetism  along  bars, 
and  my  instrument  also  sbows  none  ;  and  my  conclusion  is 
that  which  I  have  already  given,  namely  that  the  propagation 
of  magnetic  induction  in  iron  and  steel  is  expressed  by  the 
equation  of  motion  of  molecular  magnets  in  a  resisting  medium 
rather  than  by  the  equation  of  a  wave-motion. 

Jefierson  Phyeical  Laboratoiy, 
Oambrid^,  Mass.,  U.S. 
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XLII.  Note  on  the  Selective  Absorption  of  Light  by  Optical 
Glaus  and  Calo-spar.  By  Edward  L.  Nichols  and 
Benjamin  W.  Snow*. 

IN  the  course  of  some  recent  experiments  t>  the  authors 
had  occasion  to  measure  the  absorption  which  the  rajs 
from  an  incandescent  lamp  suffered  in  passing  through  a  lens 
and  a  pair  of  NicoPs  prisms.  A  number  of  observations 
upon  the  absorption  of  light  by  lenses  have  already  been 
published,  but  they  deal  for  the  most  part  with  the  total 
absorption.  Vierordt  J,  however,  and  very  recently  Kruess  §, 
have  measured  the  amount  of  absorption  that  takes  place  in 
each  region  of  the  visible  spectrum,  and  Abney  and  Festing  || 
have  shown  that  such  absorption  may  introduce  very  im- 
portant errors  into  colour  photometry. 

For  the  details  of  the  method  by  means  of  which  the 
selective  absorption  in  glass  and  calcite  was  determined,  we 
must  refer  the  reader  to  the  article  already  cited.  The  lens 
and  prism  in  question  were  mounted  before  the  slit  of  a 
spectrophotometer  under  conditions  which  made  it  possible 
to  compare  the  light  from  a  glow  lamp  with  rays  from  the 
same  lamp  after  passage  through  the  lens,  or  through  both 
lens  and  prisms.  In  every  othef  respect  the  two  sets  of  rays 
under  comparison  were  subjected  to  precisely  the  same 
treatment,  in  their  path  from  the  lamp  to  the  eye  of  the 
observer.  Any  differences  in  the  character  of  their  spectra 
were  ascribable,  therefore,  to  losses  incurred  in  traversing 
the  lens,  on  the  one  hand,  or  to  the  combined  action  of  the 
glass  and  the  calcite  on  the  other.  No  attempt  was  made  to 
distinguish  between  losses  due  to  absorption  and  those 
resulting  from  reflexion  at  the  various  surfaces. 

In  presenting  our  results,  light  of  the  region  of  the  D  line 
(\=5890)  is  taken  as  a  standard  of  reference.  The  amount 
of  light  of  this  wave-length,  transmitted  by  the  lens,  or  by 
the  Nicol's  prisms,  respectively,  is  taken  as  unity,  and  the 
relative  proportions  of  light  of  other  wave-lengths  trans- 
mitted are  given  in  terms  of  that  quantity.  This  method 
expresses  the  character  of  the  change.      The  results  are 

•  Gommuxiicated  by  the  Authors, 
t  PhiL  Mag.,  vol.  xxxii.  p.  406. 
X  Die  quantitative  Spectralanalyse,  1876,  p.  113. 
$  Gerhard  und  Hugo  Kreuas  ;  Kohrimetrie,  1881,  p.  252. 
II  ''  Colour  Photometry,"  1888,  Philosophical  Transactions,  vol  clzzix. 
p.  549. 
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merely  relative.  Expressed  graphically,  the  curve  of  a 
substance  the  absorbing  power  of  which  is  not  selective  is  a 
horizontal  line^  with  orainate  equal  to  unity. 

Figure  showing  selective  absorption : — (A)  by  a  glass  lens ; 
(B)  by  a  pair  ofNicol's  prisms. 


^A 

B                   ^^""'""'"""iTfc 
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B      C 


Tables  I.  and  II.  show  the  selective  transmission  in  glass 
and  calcite,  respectively,  expressed  in  the  manner  already 
indicated.  Curves  A  and  B  of  the  accompanying  figure 
present  the  data  of  the  tables  in  graphic  form.  Abscissas 
are  wave-lengths  and  ordinates  represent  amounts  of  light 
transmitted. 
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Table  I. 
Selectiye  transmission  of  light  by  a  lens. 

Transparency  for  each  wave-length 


ave-lengths. 

in  terms  of  that  o 

Dline. 

\=-7630/* 

1-059 

•6685 

1-046 

•6080 

1-015 

•5570 

0-964 

•5185 

0^906 

•4920 

0-867 

•4685 

0-826 

•4500 

0-812 

•4340 

0-777 

•4250 

0-750 

Table  II. 
Selective  transmission  of  light  by  a  pair  of  Nicol's  prisms. 


Transparencyf or  each  wave-length 

WsTe-lengths. 

in  terms  of  that  of  the  region  of  the 

Dline. 

\='7530,t 

1-006 

-6685 

1^003 

-6080 

1*001 

•5570 

0*995 

•5185 

0-977 

•4920 

0-913 

•4685 

0-844 

•4500 

0-736 

•4340 

0-617 

•4250 

0-500 

The  lens  referred  to  in  Table  I.  is  made  of  ordinary  white 
crown  glass  (refractive  index  1*549).  It  consists  of  two 
simple  plano-convex  lenses^  the  added  mean  thickness  of  the 
two  bein^  about  2  cm. 

The  NicoPs  prisms  were  of  the  nsaal  form^  their  thickness, 
measured  in  the  direction  of  the  path  of  the  ray^  being  about 
50  mm. 

It  will  be  seen  that  the  glass  of  which  the  lens  was 
constructed  although  not  more  stronglv  coloured  than  most 
optical  glass^  the  tint  being  quite  unnoticeable  to  the  unaided 
eye^  at  least  when  seen  through  in  the  direction  of  the  optical 
axis^  is  fEir  from  being  colourless.  The  selective  absorption 
begins  to  show  itself  in  the  red  and  the  transparency  falls  off 

Fhil.  Mag.  S.  5.  Vol.  33.  No.  203.  April  1892.        2  D 
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steadily  thronghout  the  spectrum,  the  transparency  for  the 
region  beyond  the  G  line  being  only  three  fourths  as  great  as 
that  for  red  light. 

In  the  case  of  the  Nicol's  prisms,  however,  the  transparency 
throughout  the  red  and  yellow  is  quite  uniform,  dimmishing 
less  than  one  per  cent,  between  the  A  line  and  the  D  line. 

In  the  blue  and  violet,  on  the  other  hand,  absorption 
appears  to  be  relatively  more  marked  in  calcite  than  in  glass. 

Physical  Laboratoij  of  Cornell  Uniyersity, 
Ithaca,  New  York,  June  1, 1891. 


XLIII.  Notices  respecting  New  Books. 

Guide  through  the  Collection  of  BuHding-materials  in  the  Imperial 
NaiuraVhistory  Museum  at  Vienna,  [Fiilirer  dureh  die  Bauma- 
terial-Sammlung,  &c.]  By  Felix  Eabbeb.  Small  8vo.  355 
pages,  with  numerous  plates.    Lechner ;  Vienna. 

T\R.  AEISTIDBS  BREZINA,  Director  of  the  Mineralogical 
^^  Department  of  the  Museum,  gives  a  short  Preface,  noticing 
the  history  o2  this  special  collection,  giving  due  credit  to  those  who 
have  helped  in  the  work,  and  especially  acknowledging  the  industry 
ana  acumen  of  F.  Kabbbb  in  perfecting  this  extensive  and  useful 
Collection.  An  Introduction  gives  (Ist)  a  general  account  of  the 
collection  and  of  the  method  followed  in  its  arrangement  and  in  the 
Guide-book :  (2nd)  brief  notices  of  the  characteristics  of  the  most 
common  and  useful  ,rock-materials :  (3rd)  the  geological  order  of 
the  rocks  and  strata :  (4th)  a  Bibliography  of  memoirs  and  books 
on  constructive  materials,  in  chronological  order  from  1831. 

In  the  body  of  the  work  the  main  arrangement  is  geographical ; 
and  a  city  or  town  in  each  division,  in  many  cases  supplying  one 
or  more  chief  buildings  (of  which  there  are  forty  "  phototypes  "), 
has  a  detailed  account, of  the  nature  and  sources  of  the  various 
building-materials  used  in  these  constructions;  and  its  paving- 
stones  and  road-metal  are  also  carefully  noted.  Thus  Vienna, 
Linz,  Sabsburg,  Innsbruck,  Bregenz,  Graz,  Klagenfurt,  Laibach, 
&drz,  Triest,  Farenzo,  Zara,  Prague,  Briinn,  Troppau,  Lemberg, 
Cracow,  Czemowitz,  Budapest,  Hermannstadt,  Klausenberg,  and 
Agram,  give  full  opportunities  for  detailing  the  particulars  of  the 
building-stones,  decorative  stones,  sand,  lime,  hydraulic  cement, 
plaster,  bricks,  roofing-stone,  &c.,  locally  used  in  Austria-Hungary. 
Of  foreign  countries  large  and  well-known  buildings  at  Cologne, 
Segensburg,  Strassburg,  Niirnberg,  Dresden,  Bome,  Milan,  Paris, 
Brussels,  and  Schaerbedc  are  illustrated;  and  the  materials  used  in 
them  and  in  other  buildings,  as  well  as  in  streets  and  roads,  are 
enumerated  according  to  the  many  examples  in  the  Museum. 
Shorter,  but  useful,  notices  of  the  building-materials  in  the  Museum 
from  !&igland,  Norway,  Busaio,  Switzerknd,  Spain,  Portugal* 
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Greece,  United  States  of  America,  some  parts  of  Asia,  Algeria, 
Tonis.  and  E^ypt  are  also  given. 

This  work  is  an  excellent  model  for  what  might  be  done  with 
advantage  by  geologists  and  architects  in  other  countries :  indeed 
Br.  Karrer  intimr.tes  that  England  in  particular  could  produce,  and 
decidedly  requires,  such  a  Guide-book,  having  reference  to  the 
local  museums,  quarries,  and  great  buildings^  whether  public  or 
private  works. 

The  exquisitely  neat  and  truthful  reproductions  of  the  many 
architectural  photographs  used  in  illustrating  this  Guide-book 
greatly  enhance  its  value  both  for  the  general  reader  and  the  con-' 
noisseur  of  stone- work.  A  long  list  of  corrections  is  supplied  \ 
and  a  very  full  and  useful  Index  of  things,  places,  and  names 
occupies  the  last  fifty  pages. 

Dynamics  of  Botation,    By  A.  M.  Wobthington,  if.-4.,  F.B,A,S. 

London:  Longmans,  1892. 
Ik  the  ordinary  text-books  of  Elementary  Mechanics  and  Dynamics 
of  a  Particle  the  subject  of  rotational  motion  is,  as  a  rule,  treated 
with  extreme  brevity,  and  is  sometimes  entirely  neglected.  Con- 
sequently a  student  who  has  made  himself  quite  conversant  with 
the  principal  facts  relating  to  motion  of  translation  often  meets 
with  great  difficulties  on  commencing  a  course  of  Bigid  Dynamics, 
arising  mainly  from  his  want  of  famfliarity  with  the  properties  of 
couples  and  the  phenomena  presented  by  a  spinning  body.  In 
addition  to  this  the  examples  and  problems  in  treatises  on  Bigid 
Dynamics  usually  involve  motion  in  three  dimensions,  and  a  know- 
ledge of  solid  geometry  is  required  for  their  solution.  The  aim  of 
the  present  book  is  to  introduce  the  student  a  little  more  gradually 
into  the  intricacies  of  the  subject  of  rotation,  by  confining  his 
attention  at  first  to  problems  involving  motion  about  a  single  fixed 
axis.  The  laws  of  such  motion  lead  up  to  the  definition  of  a 
moment  of  inertia,  and  a  considerable  portion  of  the  book  is 
devoted  to  the  methods  of  finding  momenta  of  inertia  and  the 
various  theorems  respecting  theu.  The  subject  of  oscillations 
then  comes  in  for  a  share  of  attention,  after  which  the  laws  of 
conservation  of  angular  momentum  and  of  the  independence  of 
translation  and  rotation  are  enunciated  and  applied.  The  book 
concludes  with  an  interesting  chapter  on  the  phenomepa  of  pre- 
cession. The  aim  of  the  author  has  been  throughout  to  treat  the 
subject  from  a  physical  rather  than  a  mathematical  standpoint; 
and  wherever  possible  he  has  appealed  to  experiment  to  illustrate 
and  confirm  the  mathematical  investigations.  We  learn  from  the 
preface  that  the  book  is  intended  for  those  students  of  Engineering 
or  Physics  who  have  not  a  sufficient  knowledge  of  mathematics  to 
enable  them  to  follow  the  works  of  mathematical  writers  on  Bigid 
Dynamics.  For  such  it  should  prove  useful,  but  it  will  be  of  some 
service  also  to  the  mathematical  reader,  by  giving  him  clearer  ideas 
as  to  the  physical  meaning  of  the  equations  which  he  Ubes. 

Jambs  L.  Howabi). 
2D2 
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December  9, 1891.— Sir  Archibald  Geikie,  D.So.,  LL.D.,  F.B.B., 
President^  in  the  Chair. 

rpHE  following  communications  were  read : — 

-'-        1.  *'0n  the  Eocks   mapped  as   Cambrian  in  Caemarvon- 

ahire."    By  the  Rev.  J.  P.  Blake,  M.A.,  F.G.S. 

In  this  paper  the  following  is  given  afl  a  definite  succession  in  the 
Cambrian  series: — 1.  Pale  Slates;  2.  Upper  Purple  Slates;  3.  St. 
Ann's  Grit ;  4.  Lower  Purple  Slates ;  5.  Bhiw-wn  Grit ;  6.  Hard 
banded  Pale  Slates  and  Halleflintas;  7.  Bangor  Conglomerate; 
8.  Hard  banded  Pale  Slates  and  Halleflintas  ;  9.  Bangor  Breccia ; 
10.  Blue  banded  laminated  Grits;  11.  TairflFynnon  Conglomerate; 
12.  Blue  banded  laminated  Grits ;  13.  Brithdir  quarts^felsite  Grit. 

The  general  succession  is  argued  to  be  the  same  in  the  isolated 
portion  east  and  south  of  Bangor  as  in  the  main  mass.  The  existence 
or  otherwise  of  a  base  on  the  mainland  is  considered  to  depend  on 
the  age  assigned  to  the  Dinorwic  felsite,  and  the  presence  of  the 
sammit-beds  to  depend  on  whether  the  Bronllwyd  Grit  (stated  to 
belong  to  the  overlying  group)  rests  conformably  or  unconformably 
on  the  Cambrian  rocks. 

It  is  argued  that  the  rocks  to  the  west  of  the  Llyn  Padam  felsite 
belong  to  the  lower  part  of  the  series  and  those  to  the  east  to  the 
upper,  and  that  the  felsite  is  a  volcanic  complex  belonging  to  the 
middle  of  the  Cambrian  period. 

A  post-Cambrian  age  is  assigned  to  the  conglomerates  of  Moel 
Tryfan  and  Uyn  Padam,  thus  causing  the  break  at  the  base  of  the 
Silurian  system  to  assume  an  increased  importance. 

2.  "  The  Subterranean  Denudation  of  the  Glacial  Drift,  a  probable 
cause  of  submerged  Peat  and  Forest-beds."  By  W.  Shone,  Esq., 
F.G.S. 

A  description  is  given  of  a  section  at  Upton,  Chester,  where 
Boulder  Clay  rests  upon  '*  mid-glacial  sands."  The  Boulder  Clay 
sinks  to  a  lower  level  in  the  small  valleys  which  are  cut  through 
into  the  sands ;  and  the  author  supposes  that  this  is  due  to  the 
subterranean  denudation  of  the  sands,  which  would  be  greatest  near 
the  valleys,  and  become  less  at  a  distance  from  them.  He  con- 
siders such  denudation  is  capable  of  producing  submerged  peat  and 
forest-beds,  and  accounts  for  the  splitting  of  peat-beds,  as  described 
by  Mr.  G.  E.  Morton,  by  a  somewhat  sinular  action,  which  he 
believes  may  have  also  operated  in  Carboniferous  times,  causing  the 
splitting  of  coal-seams* 
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3.  ^'High-Leyel  Q]aoial  Gravels,  Gloppa,  Cyrn-y-bwch,  near 
Osweetiy."  By  A,  C.  NicholBon,  £aq.  Oommonicated  by  W. 
Bhooe,  Esq.,  pAb. 

These  gravels  are  found  at  Gloppa,  and  are  situated  at  a  height 
of  from  900  to  1160  feet  above  sea-level,  on  the  eastern  slope  of  a 
ridge  of  Millstone  Grit  which  forms  the  Avestem  border  of  the 
Cheshire  and  Shropshire  plain. 

The  beds  present  the  appearance  of  having  been  abruptly  cut  off 
on  the  north-eastern  slope.  The  gravels  are  in  places  much  contorted, 
and  false-bedding  is  frequent.  They  contain  numerous  striated 
erratics.  Amongst  the  boulders  are  SUurian  grits  and  argiUites, 
granites  like  those  of  Eskdale,  Criffel,  &c.,  Carboniferous  rocks.  Lias 
shale,  and  Chalk  flints.  The  shells  are  often  broken,  rolled,  and 
striated,  but  the  bulk  of  them  are  in  fairly  good  condition. 

A  list  of  the  shells  is  given,  including  nine  Arctic  and  Scandina- 
vian forms  not  now  living  in  British  Seas,  nine  northern  types,  also 
found  in  British  seas,  two  southern  types,  and  nearly  fif^  species 
of  ordinary  British  forms.  Comparative  lists  of  the  shells  of  Moel 
Tryfan  and  of  those  now  living  in  Liverpool  Bay  are  placed  side  by 
side  with  the  list  of  shells  from  Gloppa. 

December  23.— W.  H.  Hudleston,  Esq.,  M.A.,  F.R.8., 
Vice-President,  in  the  Chair. 

The  following  communications  were  read : — 

1,  "  On  Part  of  the  Pelvis  of  Pdlacanihu$:'  By  R.  Lydekker, 
Esq.,  B.A.,  F.G.S. 

2.  ''  On  the  Gravels  on  the  South  of  the  Thames  from  Guildford 
to  Newbury."    By  Horace  W.  Monckton,  Esq.,  F.G.8. 

The  author  stated  that  the  greater  part  of  the  hill-gravel  in  the 
district  referred  to  belonged  to  the  Southern  Drift  of  Prof.  Prestwich, 
and  that  the  valley-gravels  for  the  most  part  consisted  of  material 
derived  from  the  Southern  Drift.  Small  patches  of  Westleton  Shingle 
and  Glacial  Gravel  occurred  near  Beading  and  Twyford. 

He  divided  the  Southern  Drift  into  three  classes  : — 

1.  Upper  Hale  type,  characterized  by  the  abundance  of  small 
quartz  pebbles  and  the  scarcity  of  chert. 

2.  Chobham  Bidges  type,  with  abundance  both  of  small  quartz 
pebbles  and  chert. 

3.  Silchester  type;  quartz  scarce,  and  chert  very  rare  or  alto* 
gether  absent. 

He  described  the  localities  at  which  these  types  occurred  and  their 
limits  of  distribution,  and  then  referred  to  the  Glacial  Gravels  of  the 
Tilehurst  plateau,  which  he  believed  to  have  been  deposited  before 
the  excavation  of  the  valley  of  the  Thames  between  Reading  and 
Goring. 

The  author  then  dealt  with  the  valley-gravels,  which  he  believed 
to  be  mainly  derived  from  the  hill-gravels  of  the  immediate  neigh- 
botirhood,  and  showed  how  the  various  types  of  hill-gravel  had 
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contributed  materials  for  the  valley-grayels.  He  explained  that, 
'  witk  the  possible  exception  of  the  Westleton  Shingle,  he  entirely 
rejected  the  theory  of  marine  action  in  connexion  with  the  formation 
of  these  gravels,  and  thought  that  the  Glacial  Gravels  were  probably 
for  the  most  part  due  to  floods  during  melting  of  large  quantities  of 
ice.  The  remaining  gravels,  he  believed,  had  been  spread  out  by 
water  in  valleys ;  as  denudation  proceeded,  the  gravel,  by  pn>- 
tecting  the  ground  upon  which  it  lay,  came  to  stand  out  as  the 
.capping  of  the  plateaux  and  hills ;  as  the  gravel  itself  was 
denuded,  the  materials  were  carried  to  lower  levels,  forming  new 
^gravels;  and  this  process  has  been  repeated  up  to  the  present 
time.  He  explained  that  Prof.  Enpert  Jones  and  Dr.  Irving  had 
already  adopted  this  theory  in  part,  but  that  he  differed  from  them 
in  the  entire  exclusion  of  marine  action. 

!  3.  ''The  Bagshot  Beds  of  Bagshot  Heath."  By  Horace  W. 
Monckton,  Esq.,  E.G.S. 

The  author  stated  that  certain  changes  in  the  classification  of  the 
Bag^ot  Beds  had  recently  been  proposed,  and  he  gave  reasons  for 
preferring  that  at  present  in  use,  which  was  originally  proposed  by 
Prof.  Prestwich  in  1847,  viz.  a  threefold  division  into  Upper,  Middle, 
and  Lower  Bagshot. 

He  then  argued  against  the  theory  that  the  Upper  and  Middle 
Bagshot  Beds  overlap  the  Lower  Bagshot  on  the  north-western  side 
of  the  Bagshot  district,  as  had  been  suggested  by  Dr.  A.  Irving ; 
and,  dealing  with  the  various  localities  where  Upper  Bagshot  had 
been  alleged  to  exist  resting  on  Lower  Bagshot  or  on  London  Clay, 
Jie  contended  that  in  every  case  the  evidence  in  &vour  of  Upper 
Bagshot  age  broke  down  on  examination. 

January  6, 1892.— W.  H.  Hudleston,  Esq.,  M.A.,  F.R.B., 
Vice-President,  in  the  Chair. 

The  following  communications  were  read : — 

1.  "On  a  new  Form  of  Agdairimtes  (Lepidodtseus  MdUri^  n.  sp.) 
from  the  Lower  Carboniferous  limestone  of  Cumberlitnd."  By  G. 
Bharman,  Esq.,  and  E.  T.  Newton,  Esq.,  F.G.8. 

2.  "TheGeologyof  Barbados.— Part  IL  The  Oceanic  Deposits." 
By  A.  J.  Jukes-Browne,  Esq.,  B.A.,  F.G.S.,  and  Prof.  J.  B.Harrison, 
M.A.,F.G.8. 

The  Oceanic  deposits  rest  unconformably  on  the  Scotland  Series, 
with  which  they  contrast  strongly  in  every  respect.  They  are  divi- 
sible into  five  portions : — 

1.  Grey  and  buff  calcareous  marls  (Foraminiferal). 

2.  Fine-grained  red  and  yellow  argillaceous  earths. 

3.  Pulverulent  chalky  earths  (Foraminiferal).   ' 

4.  Siliceous  earths  (Badiolarian). 

5.  Calcareo-«iliceous  and  chalky  earths  (Foraminiferal). 

The  whole  series  is  more  calcareous  in  the  northern  than  in  the 
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sonthem  part  of  the  island,  and  layera  of  yolcanio  dust  oconr  in  it 
at  yariouB  horizons.  There  is  everywhere  a  passage  from  the  more 
siliceous  to  the  more  calcareoos  earths. 

From  the  palffiontological  and  lithological  evidence  the  authors 
conclude  that  the  depth  of  water  in  which  the  Oceanic  heds  were 
deposited  varied  hetween  1000  and  2500  fathoms.  The  micro- 
scopical and  chemical  evidence  shows  that  the  Badiolarian  earths  are 
similar  to  modem  Radiolarian  ooze ;  that  the  calcareo-siliceous  earths 
are  similar  to  what  is  called  by  Prof.  Haeckel  "  mixed  Badiolarian 
ooze'';  that  some  of  the  Foraminiferal  earths  are  comparable 
to  Globigerinor-ooze  from  1000  fathoms,  and  that  others  greatly 
resemble  European  Chalk;  and,  finally,  that  the  coloured  clays 
bear  a  strong  resemblance  to  the  so-called  ''  red  days  "  of  modern 
oceanic  areas.  Hence  the  raised  Oceanic  deposits  of  Barbados  seem 
to  present  us  with  an  epitome  of  the  various  kinds  of  deposits 
which  are  found  on  the  floors  of  warm  seas  at  the  present  day. 
Equivalent  deposits  are  known  in  Trinided  and  Jamaica;  and 
it  is  inferred  by  the  authors  that  the  whole  Central  American  and 
Caribbean  region  was  deeply  submerged  during  the  Pliocene  period, 
leaving  free  communication  at  that  time  between  the  Atlantic  and 
Pacific  Oceans. 

An  Appendix  by  Mr.  W.  Hill  treats  of  the  minute  structure  of 
the  Oceanic  earths  and  limestones  and  of  the  Foraminiferal  muds 
and  detrital  earths;  and  this  is  supplemented  by  a  Report  from 
Miss  Baisin  on  the  inorganic  material  of  certain  Barbados  rocks. 

3.  ^' Archceopneustes  ahruptus,  a  new  Genus  and  Species  of 
Echinoid  from  the  Oceanic  Series  in  Barbados."  By  J.  W.  Gregory, 
Esq.,  B.Sc.,  F.G.8. 


XLY.  Intelligence  and  Miscellaneous  Articles. 

ON  THE  INTENSITY  OF  THE  RADIATION  OF  OAS  UNDBB  THE 
INFLUENCE  OF  THE  ELECTRICAL  DISCHARGE.  PRELIMINARY 
NOTICE  BY  K.  ANGSTROM  *. 

I.  ^HE  interesting  phenomena  which  accompany  electrical  dis- 
-^  charge  through  rarefied  gases,  although  still  for  the  most 
part  unexplained,  have  of  late  been  repeatedly  investigated  both  in 
the  optical  and  in  the  electrical  direction.  The  quantitative  relation 
between  the  optical  and  the  electrical  phenomena  has,  however,  been 
but  little  studied.  Now  it  is  only  by  a  more  perfect  knowledge  of 
this  relationship  that  we  may  hope  to  understand  and  explain  the 
origin  and  the  nature  of  the  radiation  which  we  observe  in  Geisslers 
tubes,  as  also  the  part  which  electricity  plays  in  those  remarkable 
phenomena. 

Calorimetrical  researches  on  the  development  of  heat  in  Oeissler's 

*  Translated  from  a   sepaiete  impression  communicated  by  the  Author. 
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tubes  have  been  made  by  E.  Wiedemann  (Wied.  Annalen^  vol.  yi. 
p.  298,  1879,  and  vol.  x.  p.  202, 1880),  and  by  M.  Nwaelbeig 
(Mem.  de  VAcad,  Imp.  des  sciences  de  St.  Pitersbourg,  vol.  vi.  No.  1, 
1879).  M.  O.  Staub  further  has  recently  {Inaugural  disseriation^ 
2nd  part,  Zurich,  1890)  made  some  experiments  on  the  development 
of  heat  in  the  discharge  of  Leyden  jars  through  Qeissler's  tubes 
filled  with  air  and  hydrogen :  he  has  at  the  same  time  attempted  to 
determine  the  ratio  of  the  obscure  to  the  luminous  radiation. 
With  this  view  he  enclosed  the  tube  in  a  Bunsen's  ice-calorimeter, 
where  the  tube  and  the  calorimeter  successively  transmitted  or 
absorbed  the  luminous  radiation ;  in  the  latter  case  the  tube  was 
blackened. 

Not  only  the  total  energy  absorbed  by  the  gas  and  that  radiated 
have  been  measured  in  these  experiments,  but  also  the  energy 
received  directly  from  the  sides  of  the  tubes,  and  which 
they  changed  into  heat.  However  valuable  these  researches 
may  have  been,  they  do  not  give  a  direct  answer  to  the  question  of 
the  radiation  of  the  gas  under  the  action  of  the  electric  discharge. 
A  direct  determination  of  this  intensity  has  not  yet  been  made 
BO  far  as  I  know,  and  the  possibility  of  such  a  determination, 
with  our  present  resources,  has  even  been  questioned.  Eor  this 
reason  I  have  endeavoured  to  use  the  bolometer  to  determine  the 
radiation  of  different  gases  under  the  action  of  the  electrical 
current;  to  express  the  intensity  of  this  radiation  in  absolute 
measure ;  and  to  endeavour  then  to  determine  the  relation  of  the 
radiation  to  the  causes  which  produce  it. 

After  having  worked  for  more  than  a  year  at  this  very  arduous 
dnvestigation,  I  think  I  may  consider  that  the  preliminary  trial 
experiments  are  completed.  I  shall  explain  here  some  of  the 
results  at  which  1  have  arrived ;  treating  afterwards  with  greater 
detail  the  materials  which  I  have  collected. 

II.  As  the  light  of  the  kathode  is  too  feeble  and  its  shape  too 
variable  to  justify  the  hope  that  I  could  obtain  very  accurate 
quantitative  results,  I  restricted  myself  to  the  investigation  of  the 
positive  light  only. 

I  used  cylindrical  glass  tubes  of  the  same  thickness  and  10  to 
15  mm.  in  diameter.  The  electrodes  were  usually  phiced  in 
side  tubes  at  right  angles  with  the  principal  tube.  One  end  of 
the  tube  and  sometimes  both  were  closed  by  a  smooth  plate  of  rock- 
salt  fixed  hermetically  by  means  of  silicate  of  soda.  In  the  pro- 
longation of  the  axis  of  the  tube  a  sensitive  bolometer  was  placed, 
separated  from  the  tube  by  a  double  screen  with  apertures  in  the 
direction  of  the  axis  of  the  tube.  Between  the  sides  of  the  sci^n 
was  another  double  movable  screen. 

The  indications  of  the  bolometer  were  compared  with  one  of  my 
instruments  for  determining  radiant  heat  in  absolute  measure 
(Acta  Beg.  Soe.  Upsal.  series  iii.  1886.  See  also  Ofuersigt  af  Kongl. 
Vet.'AJcad.  Forhandl.  No.  6,  p.  379,  1888).  I  found  in  this  way 
that  one  division  of  the  scale  corresponded  to  a  radiation  of 
278  X  lO'V  gramme  calories  per  second  and  square  centimetre. 
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To  ascertain  if  and  how  far  the  character  of  the  radiation  changes 
with  the  different  conditions  of  the  gas,  I  measured  on  the  one  hand 
the  total  radiation,  and  on  the  other  the  radiation  transmitted 
hj  a  plate  of  alum  ot'  3'95  mm.  in  thickness.  The  radiation 
determined  by  direct  observations  consists  of  two  parts — the 
radiation  of  the  gas,  and  that  of  the  more  or  less  heated  sides  of 
the  tube.  The  latter  part  must  be  eliminated,  which  is  effected  bj 
a  series  of  observations  of  the  radiation  of  the  tube  after  the 
current  has  been  opened.  From  the  curve  of  radiation  thus  found 
it  is  easj  to  calculate  the  radiation  of  the  tube  during  the  experi- 
ment, and  by  subtracting  this  quantity  from  the  quantity  observed 
during  the  passage  of  the  current  the  radiation  of  the  gas  is 
obtained.  This  value,  however,  is  increased  by  the  reflexion  of 
the  sides  of  the  discharge-tube,  and  diminished  on  the  other  hand 
by  the  reflexion  of  the  plate  of  rock-salt  which  doses  the  tube. 
IHrect  experiments,  the  details  of  which  I  suppress,  have  enabled 
me  to  make  a  satisfactory  correction  for  this  reflexion,  and  therefore 
to  determine  the  total  radiation  in  absolute  measure. 

As  source  of  electricity  1  principally  used  an  accumulator  of  800 
elements  of  Flante's  pattern,  and  also  a  Euhmkorff's  coil  of  medium 
size.  The  current  was  determined  by  a  dead-beat  reflecting- 
galvanometer,  with  a  wire  insulated  by  caoutchouc.  The  dif- 
ference of  potential  between  two  points  in  the  positive  light  was 
measured  by  means  of  two  thin  platinum  wires,  soldered  in  the 
discharge-tube,  and  connected  with  a  Mascart's  quadrant-electro- 
meter. Eor  exhausting  the  tube  I  used,  in  my  later  experiments, 
a  pump  on  Sprengel's  principle,  modified  by  Prytz  (Wiedemann's 
An7iaUn)y  and  further  improved  by  myself. 

I  have  spared  no  pains  to  make  the  gases  as  pure  as  possible. 
Thus  neither  stopcocks,  nor  caoutchouc  tubes,  nor  grease  were 
used  either  in  the  preparation  of  the  gas  or  in  the  connexion  of 
the  tube  with  the  air-pump.  To  introduce  the  gases  into  the  dis- 
charge-tube, to  dry  them,  and  to  prevent  the  access  of  mercurial 
vapour  to  the  tube,  I  used  the  method  of  M.  Comu  (Journal  de 
Physique),  slightly  modified  for  my  purpose.  My  researches 
extended  to  oxygen  and  hydrogen  liberated  by  electrolysis  of  pure 
water  acidulated  by  phosphoric  acid;  to  nitrogen  produced  by 
leading  pure  air  freed  from  carbonic  acid  over  heated  copper  (first 
reduced  by  hydrogen)  ;  and  to  carbonic  acid  produced  by  heating 
sulphuric  and  oxalic  acids  and  purified  by  passing  through  a  solution 
of  potash. 

HI.  I  give  here  the  most  important  results  of  this  research. 

1.  For  a  given  pressure,  the  radiation  of  positive  light  is  pro- 
portional  to  the  intensity  of  the  principal  current.  It  is  true  that  on 
using  very  powerful  currents  small  divergences  are  observed,  but 
in  this  case  they  are  always  accompanied  by  a  permanent  alteration 
of  the  gas,  so  that  the  same  radiation  is  not  met  with  again  for 
less  strong  currents. 

2.  If  the  electric  current  is  kept  constant  and  the  pressure  is 
varied,  it  appears  that  the  intensity  of  total  radiation  scarpdy  varies 
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between  the  limits  0*1  to  1*5  mm.,  htU  it  increases  a  Utile  at  higher 
pressures.  At  pressures  exceeding  1*5  mm.  the  character  of  the 
discharge  seems  to  be  modified,  after  which  the  radiation  increases 
considerably  with  the  pressure  after  having  passed,  at  anj  rate  in 
certain  cases,  through  a  minimum. 

8.  For  the  same  gas  under  the  same  pressure  the  composition  of  the 
radiation  is  constant,  and  does  not  depend  on  the  intensity  of  the 
electrical  current.    This  is  subject  to  the  reserve  stated  in  (1). 

4.  When  the  density  of  the  gas  changes  the  composition  of  the 
radiation  changes  also,  in  so  far  that  the  ratio  of  the  intensity  of 
radiation  of  the  shorter  wave-lengths  to  that  of  the  total  radiation 
decreases  with  increase  of  pressure. 

This  ratio,  indicated  in  my  experimenta  by  the  ratio  of  the 
radiation  transmitted  by  a  plate  of  alum  to  that  of  the  total  radiation, 
varies  for  instance  between  the  pressures  0*1-1*6  mm.,  for  car- 
bon dioxide  from  46  to  15  per  cent.,  and  for  nitrogen  from  94 
to  60  per  cent. 

6.  It  will  be  seen  from  these  figures  that  the  ratio  between  the 
luminous  and  the  total  radiation  rises  to  considerable  values  for 
very  low  pressures,  values  far  greater  than  those  of  our  ordinary 
luminous  sources.  This  ratio,  however,  does  not  always  attain 
such  high  values  in  the  electrical  discharge  in  rarefied  gases, 
pressures  of  5-10  mm.  it  is  rather  small. 

6.  The  intensity  of  the  total  radiation  varies  greatly  for  differel 
gases.  It  is  not  in  a  simple  ratio  with  the  molecular  weight  of 
the  substance,  or  with  the  difference  of  potential  in  the  layer  of 
radiating  gas.  It  does  not  appear  to  depend  essentially  on  the 
absorption  of  the  gas  at  the  ordinary  pressures  and  temperatures, 
either  as  regards  its  intensity  or  in  reference  to  its  composition, 
as  can  be  seen  by  the  following  table,  which  contains  values  for  the 
radiation  and  the  difference  of  potential  for  a  pressure  of  0*7  mm. 
and  for  the  same  strength  of  the  electrical  current. 


I. 


Total. 

Radiation 

traDsmitted 

by  alum. 

Difference 
of  potential. 

Ozvsen 

10 
6-9 

too 

13-6 

2-2 
2-4 
8*8 

17 

19 
25 

27 

^^Jor"- 

HvdrofEen 

Nitrogen 

Carbon  dioxide 

IV.  In  the  case  of  low  pressures  it  appears  to  me  that  we  may 
give  the  following  explanation  of  these  phenomena. 

When  the  rarefied  gas  becomes  a  conductor  of  an  electrical 
current,  it  is  the  molecules  principally  which  serve  to  transport 
electricity,  that  jb  to  say  the  active  molecules  which  radiate.     The 
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number  of  these  molecules  is  proportional  to  the  intensity  of  the 
current,  and  varies  but  little  with  the  yariations  of  pressure  as  long 
as  the  discharge  retains  its  character  (111.  1  and  2).  This  radiation 
is  of  an  irregular  character  according  to  M.  E.  von  Helmholtz  (Die 
Licht  und  Warmestrahluncf  verhrennende^  Qase^  Berlin  1890) ;  or  it 
belongs  to  the  class  of  phenomena  to  which  M.  £•  Wiedemann 
(Wied.  Ann.  xxxvii.  p.  177, 1889)  has  given  the  name  oi  phenomena 
of  lumineecence  in  this  sense,  that  the  composition  of  the  radiation 
does  not  correspond  with  the  temperature  of  the  gas.  The  radia- 
tion may  be  of  extreme  intensity  in  the  groups  of  short  wave- 
lengths. 

When  the  pressure  increases  and  with  it  the  number  of  inactive 
molecules,  the  irregular  radiation  of  the  active  molecules  may  more 
easily  be  transmitted  to  the  former.  The  number  of  radiating 
molecules  increases  therefore,  and  consequently  also  the  radiation  of 
the  gas,  but  it  changes  in  character  in  this  sense,  that  the  radiation 
of  the  groups  of  shorts  wave-lengths  relatively  diminishes. — 
Ofuersigt  af  Kongl.  Mad.  Forhandl.,  1891,  No.  6. 


ON  THB  REPULSIVE  FORGE  OF  RADIATING  BODIES. 
BT  PETER  LEBEDEW. 

It  was  shown  h^  Maxwell*  that  a  pressure  is  exerted  on 
absorptive  bodies  by  incident  rays  in  the  direction  of  their  pro- 
pagations, and  that  this  can  be  expressed  in  the  form 

p=-. (1) 

in  which  E  is  the  energy  imparted  to  the  body  by  the  incident 
rays  in  unit  time,  and  v  the  velocity  of  light  in  the  medium  in 
which  the  body  is  placed. 

Independently  of  Maxwell,  Bartolit  and  Boltzmann  j:  arrived  at 
analogous  results  in  treating  the  case  of  reflexion.  Bartoli  found 
that  at  perpendicular  incidence  the  rays  exert  a  pressure  against 
a  mirror,  which  is  twice  as  much  as  that  which,  according  to 
Maxwell,  they  would  exert  against  an  absorbent  body. 

In  what  follows  the  ratio  of  the  repulsion  produced  by  radia- 
tion to  the  Newtonian  attraction  is  deduced  both  for  our  sun, 
and  for  a  hot  spherical  body  in  general.  The  expressions  obtained 
hold  only  for  absolutely  black  bodies,  whose  dimensions  are 
great  in  comparison  with  the  wave-length  of  the  incident 
radiation;  accordiu^ly  the  interesting  questions  respecting  the 
repulsive  force  in  ^e  tails  of  comets,  and  the  mutual  action  of 
two  adjacent  molecules  in  the  body  cannot  be  solved,  but  only 
.indicated.  •    •     • 

As  it  is  only  the  order  of  the  magnitude  of  the  desired  ratio 

*  Electricity  and  Magnetism,  §792. 

t  Exner's  Bepertorium.  voL  xxi.  p.  198  (1886). 

X  Wied.  Ann.  vol.  xxii.  p.  81  (1884). 
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which  is  of  interest,  the  simplest  ease  ovlj  shall  be  treated  here ; 
the  bodj  attracted  is  assumed  to  be  spherical,  to  absorb  the  whole 
of  the  energy  which  &ll8  upon  it,  and  to  radiate  it  then  uni- 
formly in  all  directions ;  the  numerical  calculations  will  be  made 
with  great  allowances. 

Assuming  with  Langley  as  the  value  of  the  solar  constant, 
that  is  the  quantity  of  heat  which  &lls  perpendicularly  in  a 
minute  on  1  square  centimetre,  C=3  gramme-calories,  and  the 
mechanical  equivalent  of  heat  B=425  gramme-metres,  the  quan- 
tity of  energy  £  which  falls  in  a  second  on  a  square  centimetre 

will  be  -^     c  ^ 

Es=s--.B=21  gramme-metres. 
oO 

Taking  the  velocity  of  light  V=3.10®  metres,  we  can  from  (1) 
calculate  the  pressure  P  which  a  pencil  of  rays  of  1  sq.  cm.  section 
exerts  on  an  absorbing  body  at  the  distance  of  the  earth 

P=|=ilO-'.-; 

or  in  absolute  units 

P=0-6x  10-*  dynes (2) 

If  we  take  the  earth's  distance  from  the  sun  psl5 .  10''  cm., 
and  the  velocity  of  the  earth's  path  (rss3  .  10'  cm.,  the  sun's  acce- 
leration 

as=— =ss0"6  cm. 
P 
Accordingly  the  sun  attracts  1  gramme  mass,  at  the  earth's  dis- 
tance, with  the  force  A, 

A  =  0-6  dyne (3) 

The  action  which  the  sun  exerts  on  a  body  which  rotates  around 
it,  consists  on  the  one  hand  in  the  Newtonian  attraction,  and  on 
the  other  hand  in  repulsion  from  radiation.  Given  a  spherical 
body  at  the  earth's  distance,  which  absorbs  the  whole  of  the  solar 
energy  which  falls  upon  it,  and  then  radiates  it  uniformly  in  all 
directions ;  if  r  is  its  radius  in  centimetres,  and  B  its  density  in 
reference  to  water,  we  can  calculate  both  the  force  G  with  which  it 
is  attracted,  and  the  force  H  with  which  it  is  repelled : 

G=|7rr>aA, 

H=irr»P. 

From  this  we  can  calculate  the  resultant  force  F,  and  express  it  in 
fractions  of  the  force  ot  gravitation  with  which  the  body  is 
attracted  by  the  sun : 

^    G-H    .     K.     3  P  ,., 

«  The  pressoie  of  a  pencil  of  rays  of  1  square  metre  section  amounts 
to  Jmg. 
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For  the  body  in  questioQ  F  represents,  a  characteristic  constant, 
which  is  independent  of  the  distance  irom  the  sun>  since  F  and  A 
depend  in  the  same  way  on  this  distance. 

Bepladng  F  and  A  in  (4)  by  their  numerical  magnitndes  (2) 
and  (3),  we  obtain  approximately 

*--i-'-^ (« 

It  is  clear  from  this  that  for  all  bodies  in  which  3>>  1  and  r  >  10  m., 
the  deviations  from  Newton's  law  must  lie  below  the  errors  of 
observation  of  the  most  accurate  measurements. 

The  smaller  r  is  chosen,  the  more  prominent  does  the  repulsive 
force  of  the  sun  become.  If  we  pass  over  to  comets'  tails,  which 
are  known  to  consist  principally  of  gaseous  hydrocarbons  *,  they 
represent  {or  .us  th^  individual  molecules  in  which,  according  to 
Exnert,  5<lb  and  r<10-8cm.  Our  formula  (5)  cannot  be  in 
strictness  applied  to  this  case,  since  the  individual  molecules  are  not 
absolutely  black  bodies,  and  their  radii  are  very  small  compared  with 
the  wave-length  of  the  incident  radiation ;  formula  (5),  however, 
allows  us  to  suppose  that  in  this  case  the  repulsive  force  may  be 
several  times  *  greater  than  the  attractive,  that  this  may  be  of 
different  magnitudes  for  different  vapours,  and  decreases  in  inverse 
proportion  to  the  square  of  the  distance  from  the  sun.  Bredichin  t 
has  calculated  from  the  curvatures  of  the  tails  of  forty  comets,  by 
Bessel's  method,  the  repulsive  force  which  the  sun  exerts  on 
various  substances  forming  the  tails,  and  has  found  three  values 
17*5, 1*1,  and  0*2 ;  these  values  can  without  straining  be  referred 
to  the  mechanical  action  of  the  radiation,  without,  like  Zdllner  §, 
having  recourse  to  the  assumption  of  an  electrostatic  charge  on  the 
sun. 

It  may  be  observed  that  Faye  {{  has  already  expressed  the  opinion 
that  the  repulsive  force  of  the  sun  is  to  be  sought  in  its  radiation. 

"We  now  turn  to  general  considerations :  any  body,  the  tem- 
perature of  which  is  different  from  the  absolute  null  point, 
radiates  and  exerts  on  an  adjacent  body  a  repulsion  by  radiation 
besides  the  Newtonian  attraction. 

If,  in  place  of  the  sun,  we  have  a  spherical  body  the  radius  of 
which  IB  B  centimetres,  and  the  density  A,  and  if  1  square 
centimetre  of  its  surface  radiates  Q  gramme-calories  in  one  second, 
we  can  treat  this  case  based  on  the  results  found  for  the  sun, 
taking  into  consideration  that 

*  Scheiner,  Speotralanalyise  der  Gesttme,  pt.  iii.  chapter  8 ;  Leipzig^ 
1890. 

t  Wied.  BeimtUr,  vol.  ix.  p.  714  (1885). 

X  jR^vmon  des  valeurs  nunieriques  de  la  force  repulsive ;  Leipzig,  1885. 

§   Ueber  die  Natur  der  Kometen ;  Leipzig,  1872. 

I|  Oampt,  rend.  vol.  xciii.  pp.  11  and  ^2  (1881). 
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the  sun's  radiuB B^sT.  lO^^cm. 

„      „     density Ao«l"4. 

„   radiation  of  1  square  cm.  of 

its  surface  in  1  second .    •    •  0^3:2000  gramme-calories *. 

If  we  denote  by  s  tbe  ratio  of  the  repulsive  force  of  the  radiation 
to  the  Newtonian  force  of  attraction,  we  may  contend  that  $  is 
directly  proportional  to  Q,  inversely  proportional  to  A  and  also 
toEt. 
For  the  sun  we  have  from  (5)  the  value  $^ : 

10-4 
ri 

Hence  for  any  other  body  we  have 

'"'«Q,AE' ^' 

or,  replacing  the  magnitudes  s^,  Q^,  A^,  and  B^  by  the  corre- 
sponding numerical  values,  we  obtain  approximately 

'=«Ja-^«' ^') 

The  resultant  K  of  the  attraction  and  repulsion  is 

^=-1-"^-^1Sa-1^ ^'^ 

Christiansen  t  found  for  a  black  body  that  radiates  Q'  gramme- 
calories  in  a  second  at  0°  C.  from  1  sq.  centimetre  of  its  surface, 
approximately 

Q'=  (1-21 .  10-12)  (274/  =0-004  gramme-calorie. 

Hence  the  force  K'  with  which  a  spherical  absolutely  black 
body,  whose  radius  is  E  cm.,  density  A,  and  temperature  0^,  attmcts 
another  spherical  body  in  space  whose  radius  is  r  cm.  and  density  h, 
is  furnished  by  the  expression 

^'=1- Ja w 

Accordingly,  two  bodies  whose  temperatures  are  0^,  radii  Es^r 
=:2mm.,  and  densities  A=S=10,  would  neither  attract  nor  repel 
each  other  in  space.    If  we  assume  that  the  radii  of  the  bodies 

*  If  at  the  distance  of  the  earth  p=15 .  10^^  centim.  the  quantity  of 
heat  c/6U=0*05  gramme-calorie  falls  on  1  square  centim.,  then  1  aqiuire 
centim.  of  the  sun's  surface,  which  is  at  a  distance  of  Eo=7 .  10^°  cenln^ 
from  the  centre,  radiates  the  quantity  of  heat  Qos006(p/E9)>s200(f^^ 
gramme-calories  in  one  second. 

t  Since  the  attractive  force  of  the  mass  is  proportional  to  E%  and  the 
repulsive  force  of  radiation  to  E'. 

t  Wied.  Ann.  voL  xix.  p.  272  (1883). 
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are  still  smaller,  we  see  that  the  repulsion  with  them  would  be 
considerably  greater  than  the  attraction ;  hence  particles  of  dust 
whose  radii  are  smaller  than  the  thousandth  of  a  millimetre  would 
repel,  at  a  temperature  of  0°  in  space,  with  a  force  the  order  of 
whose  magnitude  is  a  million  times  greater  than  that  of  the 
Newtonian  attraction. 

If  we  take  the  radii  still  smaller,  we  come  gradually  to  molecular 
dimensions.  Our  formula  (8)  is,  however,  no  longer  applicable 
to  individual  molecules,  since  they  are  not  perfectly  black,  and 
both  their  dimensions  and  their  respective  distances  in  bodies  are 
small  compared  with  the  wave-length  of  the  radiation ;  the  action 
of  two  molecules  on  each  other  must  therefore,  like  that  of  two 
resonators,  be  treated  in  a  complex  manner. 

If  equation  (8)  does  not  give  us  the  direct  action  of  two  mole- 
cules, it  reminds  us  that  in  investigations  of  the  nature  of  what 
are  called  "molecular  forces **  we  cannot,  without  more  ado, 
neglect  the  forces  arising  from  the  reciprocal  radiation  of  the 
molecules,  without  having  first  defined  what  fractions  of  the  mole- 
cular forces  they  form.— Wiedemann's  Annalen,  No.  2,  1892. 


AN  ELEOTROLTTIG  EXPERIMENT.      BY  LEO  ARONS. 

If  a  copper  cylinder  is  placed  in  an  electrolytic  cell  which  con- 
tains copper-sulphate  solution  between  two  copper  electrodes,  part 
of  the  current  sent  through  the  cell  will  disperse  in  the  cylinder. 
In  the  places  at  which  the  lines  of  flow  enter  the  cylinder  copper 
is  deposited,  while  an  equivalent  quantity  is  dissolved  at  the  places 
where  they  emerge.  If  the  copper  cylinder  is  arranged  so  that  it 
rotates  easily  about  a  horizontal  axis,  it  will  begin  to  rotate  as  soon 
as  the  current  is  closed,  since  the  part  opposite  the  anode  is  heavier, 
the  other  lighter.  As  the  conductivity  of  the  copper  so  greatly 
exceeds  that  of  the  liquid,  we  can  use  a  hollow  cylinder  without 
any  material  diminution  in  the  number  of  lines  oE  flow  which  pass 
through  the  metal.  From  this  circumstance  a  considerable  mo- 
bility of  the  cylinder  can  be  attained,  even  when  the  bearings  of 
the  axle  are  very  roughly  worked.  The  thickness  of  the  hollow 
cylinder  can  be  easily  so  calculated  that  the  cylirder,  which  is  closed 
at  the  ends,  floats  in  a  concentrated  solution  of  copper  sulphate, 
but  sinks  in  water ;  accordingly  it  is  possible  to  attain  a  decree  of 
concentration  in  which  the  cylinder  only  just  sinks,  and  thus 
exerts  scarcely  any  pressure  on  the  bearings. 

The  small  apparatus  which  I  used  consisted  of  a  longish  glass 
vessel  of  rectangular  section.  The  copper  cylinder,  which 
occupied  almost  the  whole  breadth  of  the  trough,  was  4*5  centim. 
in  length  and  its  diameter  was  10  centim.  The  thickness  of  the 
sides  was  1*8  millim.  At  the  ends  ebonite  plates  were  cemented, 
and  through  them  passed  the  axis,  a  ghiss  rod  1  millim.  in  dia- 
meter, wluch  projected  a  few  millimetres  on  each  side ;  the  bear-^ 
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ings  were  small  triangular  ebonite  plates  which  were  fastened  to 
the  side  of  the  glass  yessel.  The  cyhnder  tamed  slowly  and  con- 
tinuouslj  with  currents  of  0*1  to  1  ampere.  The  motion  gradually 
became  slower,  in  the  first  place  probably  because  the  sur&ce  of 
the  cylinder  became  rough,  owing  to  electrolysis.  After  going  for 
some  time  the  motion  appeared  to  become  more  uniform.  Some 
experiments  gave  an  approximate  proportionality  between  the 
Telocity  of  rotetion  and  the  strength  of  the  current.  It  is  possible 
that  in  the  hands  of  a  skilled  technicist  this  might  lead  to  the  con- 
struction of  a  continuous  electricity  meter  for  continuous  currents. 
— Wiedemann's  Annalen^  No.  2,  1892. 


ON  A  METHOD  OF  DETERMINING  ELECTROMAGNETIC  RADIATION. 
BY  PROF.  KLEMENCIC. 

The  method  applied  by  the  author  consists  in  bringing  a  liiermo- 
element  near  a  fine  platinum  wire  heated  by  the  electric  vibrations, 
and  measuring  the  increase  of  temperature  of  the  junction.  As  a 
comparison  the  platinum  wire  is  also  heated  by  a  constant  current, 
and  the  rise  of  temperature  of  the  junction  is  also  measured.  Two 
series  of  experiments  were  made.  In  one  the  author  employed  a 
form  of  secondary  inductor  which  has  frequently  been  used  (two 
thin  brass  plates  each  30  cm.  in  length  by  5  cm.  in  breadth),  and 
investigated  the  heating  of  a  thin  platinum  wire  2  cm.  in  length. 
The  observations  showed  a  production  of  heat  of  0*000155  calorie 
per  second.  In  the  second  case,  a  single  platinum  wire  26'3  cm.  in 
length  was  exposed  to  radiation,  and  the  value  0*000088  calorie 
per  second  obtained.  In  both  series  of  experiments  Hertz's 
mirror  was  used  with  a  distance  of  1*44  metres  between  the  focal 
lines.  It  may  in  addition  be  mentioned  that  a  wave-length  of  66 
cm.  corresponds  to  the  primary  inductors,  that  the  EuhmkorS  vtba 
excited  by  three  accumulators,  and  that  the  breaks  were  at  the  rate 
of  23  per  second.  Boys,  Briscoe,  and  Watson  (Phil.  Mag.  1891, 
xxxi.  p.  44)  determined  the  intensity  of  the  electromagnetic  radia- 
tion with  the  aid  of  the  convection  air-thermometer,  and  found  the 
value  0-000685  calorie  per  second.  The  length  of  the  wire  they 
used  was  2  x  103  cm.,  and  it  was  at  a  distance  of  30  cm.  from  a 
couple  of  primary  inductors  of  above  100  cm.  in  length.  If  the 
value  found  by  the  English  physicists  is  referred  to  unit  length  of 
the  irradiated  wire,  and  if  this  is  done  also  for  the  second  value 
found  by  the  author,  the  result  is  a  production  of  heat  in  both 
cases  of  0*000033  calorie  per  second.  Owing  to  the  great  differ- 
ence between  the  two  methods,  this  agreement  is  of  course  only 
^accidental.— TFitfn«r  Berichte,  February  18,  1892. 
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XLVI.  On  tlie  Resistances  to  Transverse  Strain  in  Beams. 
By  BoBEBT  Cbadock  Nichols*. 

A  COMMUNICATION  was  made  to  the  Royal  Society  in 
1855  by  Mr.  W.  H.  Barlow,  in  which  a  new  theory  was 
iroponnded  to  account  for  the  amount  of  strength  exhibited 
y  bars  or  beams  of  cast  iron  subjected  to  transverse  strain, 
which  could  not  be  reconciled  according  to  any  previously 
suggested  hypothesis  with  the  results  obtained  nrom  expen* 
ments  on  direct  tension. 

Shortly  stated,  Mr.  Barlow's  theory  was  this:  that  in 
addition  to  the  resistances  to  deflexion  or  rupture  called  into 
action  by  the  compression  of  the  fibres  on  the  one  side,  and 
their  extension  on  the  other  side  of  the  bar,  a  further  amount 
of  resistance  was  developed  by  the  lateral  action  of  the  fibres 
caused  by  the  curvature  of  the  bar,  which  he  termed  a  resist" 
ance  to  flexure. 

Mr.  barlow  rave  in  his  paper  an  account  of  a  number  of 
elaborate  experiments  which  he  regarded  as  establishing  the 
truth  of  this  theory,  and  further  developed  it  in  an  algebraical 
form  in  a  series  of  eauations  which  were  made  to  correspond 
wii^  the  experimental  results. 

The  theory  thus  proposed  has  since  been  generally  accepted 
and  approved,  and  has  continued  to  the  present  time  to  be 
regarded  by  tiie  best  practical  authorities  as  the  true  expla- 
nation of  the  facts ;  though  a  doubt  has  been  expressed 

•  Communicated  by  the  Author. 
JPAt7.  Mofi.  S.  5.  Vol.  33.  No.  204.  May  1892.        2  B 
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whether  lateral  action  alone  was  sufficient  to  account  for  tho 
whole  of  the  extra  strength  which  had  been  observed  *. 

The  use  of  cast  iron  us  a  material  for  beams  and  girders 
has  been  so  much  discredited,  and  to  a  great  extent  super- 
seded by  that  of  wrought  iron  and  steel,  that  the  practical 
importance  of  this  question  has  greatly  diminished  since  the 
date  of  Mr.  Barlow's  investigations.  It  may,  however,  be 
still  regarded  as  one  of  some  theoretical  interest,  and  its  true 
solution  as  not  altogether  devoid  of  practical  value. 

No  explanation  was  given  by  Mr.  Barlow  of  the  manner  in 
which  his  assumed  resistance  to  flexure  was  supposed  to  act. 
It  may  be  observed  that,  in  addition  to  the  ordinary  direct 
resistances  to  extension  or  compression,  another  kind  of 
resistance  is  known  to  come  into  operation  when  the  particles 
of  a  body  situated  in  one  layer  or  set  of  fibres  are  laterally 
displaced  relatively  to  those  in  a  contiguous  layer  or  set  of 
fibres,  as  in  the  case  of  torsional  or  shearing  strain. 

The  nature  of  this  resistance  may  be  illustrated  by  the 
accompanying  diagrams.  A,  B,  C  (fig.  1)  are  supposed  to 
represent  three  contiguous 
fibres  or  filaments,  aa'a'\  M 
b  V  V  y  c  c  d'^  the  particles  of 
which  they  consist,  in  their 
original  relative  position. 
Then  when  these  fibres  are 
displaced,  as  in  fig.  2,  the 
distance  between  a  and  hy 
h  and  c  &c.  is  increased,  while 
that  between  a  and  V^  b  and 
f',  Ac.  is  diminished.  Both 
these  displacements  will  call 
into  action  resistances  of  a 
tensile  or  compressive  na- 
ture, and  constitute  a  shear- 
ing or  a  torsional  strain  ac- 
oording  as  the  lateral  motion 
is  direct  or  rotatory. 

In  the  case  of  direct  ten- 
sile strain  (fig.  3),  where  the 
displacement  of  all  the  par- 
ticles is  relatively  similar,  a 
like  resistance  must  exist  in 
consequence  of  the  increased 
distance  between  the  par- 
ticles in  contiguous  filaments.      But  the  resultant  of  these 

•  Sip  B.  Baker,  *  On  the  StrengtH  ef  Beams,  Ck)liiinn9,  and  Arches,'  p.  10. 
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resistances  being  in  the  direction  of  the  fibres,  they  are 
measnred  with,  and  undistinguishable  from,  the  resistance  to 
the  elongation  of  the  several  filaments. 

But  i?  these  form  part  of  the  extended  portion  of  a  bar 
subjected  to  transverse  strain,  and  therefore  undergoing 
flexure,  as  in  fig.  4,  the  extension  of  the  middle  fibre  being 
assumed  to  be  the  same  as  that  of  all  the  fibres  in  tig.  3,  the 
distance  between  h  and  {?,  b  and  (/,  <fec.  will  be  increased  to  a 
greater  extent  than  in  the  previous  case  of  direct  tension,  and 
therefore  an  increased  resistance  developed  between  them^ 
But,  on  the  other  hand,  the  distance  between  a  and  6,  a'  and  6, 
Ac.  will  be  less  increased,  and  the  resistances  thereby  caused 
will  be  less.  So  that  unless  the  bending  or  flexure  be  ex- 
tremely great,  the  aggregate  resistances  to  the  displacement 
of  the  particles  of  the  middle  fibre  B  will  be  the  same,  neither 
tnore  nor  less  than  that  to  its  elongation  to  an  equal  amount 
by  direct  tension. 

These  considerations  appear  to  present  some  a  priori  ground 
against  the  supposition  of  such  a  resistance  to  flexure  as  is 
assumed  by  Mr.  Barlow,  and  they  are  further  confirmed  bj* 
the  investigations  of  M.  St.  Venant*,  referred  to  and  endorsed 
by  Sir  William  Thomson  in  his  article  on  Elasticity  in  the 
Encyclopcedia  Britannica. 

M.  St.  Venant  proved  that,  with  the  important  practical 
exception  of  a  thin  flat  spring,  the  resistances  to  the  flexure 
of  a  rod  or  bar  consist  in  "  the  mutual  normal  forces  pulling 
the  portions  of  the  solid  towards  one  another  in  the  stretched 
part  and  pressing  them  from  one  another  in  the  condensed 
part,  and  that  the  amount  of  this  negative  or  positive  normal 
pressure  per  unit  of  area  must  be  equal  to  the  Young's 
modulus  (£})  at  the  place  multiplied  into  the  ratio  of  its  dis^* 
tance  from  the  neutral  line  of  the  cross  section  to  the  radius 

of  curvature Hence  the  principal  flexnral  rigidities  are 

simply equal  to  the  product  of  the  Young's  modulus 

into  the  principal  moment  of  inertia  of  the  cross  section" t; 
that  is  to  say,  the  moment  of  the  resistances  is  the  sum  of  the 
moments  of  the  tensile  and  compressive  stresses. 

This  .had  indeed  been  assumed,  as  Sir  William  Thomson 
remarks,  without  proof  by  earlier  writers ;  but  it  was 
St.  Venant  who  first  gave  the  subiect  ^*  satisfactory  mathe- 
matical investigation,"  and  '^  proved  that  the  old  supposition 
is  substantially  correct." 

*  Mimoires  des  Savants  Etrangersl  18o5,  '^  De  la  Torsion  des  PriBiues, 
avec  conaid^rations  sur  leur  Flexure/' 
t  Eneyc,  Brit  vol.  vii.,  art.  "  Elasticity." 

2E  2 


Digitized  by 


Google 


400  Mr.  R.  C.  Nichols  on  tJie  Resistances 

Before  proceeding  to  inquire  farther  into  the  real  cause  of 
the  actual  amount  of  resistance  found  to  exist  in  bars  sub- 
jected to  transverse  strain,  it  will  be  desirable  to  examine 
somewhat  closely  some  of  the  experiments  detailed  by  Mr. 
Barlow,  and  the  conclusions  drawn  from  them  by  him  for  the 
purpose  of  establishing  his  theory. 

His  first  set  of  experiments  were  made  "  in  order  to  estab- 
lish clearly  the  position  of  the  neutral  axis;"  and  he  states 
that  they  '^  point  it  out  as  the  centre  of  the  beam  in  a  manner 
so  decided  as  to  remove  all  further  doubt  on  the  subject,  not 
only  in  the  smaller  strains  but  in  the  larger  ones,  which  were 
carried  to  about  three  fourths  of  the  breaking  weight"*, 

Mr.  Barlow's  experiments  were  conducted  with  extreme 
care,  and  liis  measurements  made  with  all  the  accuracy  which 
circumstances  would  permit.  He  observes  that  "  considering 
the  very  minute  quantities  which  had  to  be  measured,  and  the 
numerous  causes  of  disturbance  to  which  observations  of  such 
delicacy  were  liable,  such  as  changes  of  temperature,  or  want 
of  perfect  uniformity  in  the  dimensions  or  texture  of  the 
beams,  the  results  exnibit  much  more  regularity  than  could 
have  been  expected," 

These  experiments  were  made  upon  cast-iron  beams  or 
bars  '^  7  feet  long  f  ^  6  inches  deep,  and  2  inches  in  thickness, 
on  each  of  which  were  cast  small  vertical  ribs  at  intervals  of 
]  2  inches  :  these  ribs  were  ^  inch  wide  and  projected  {  inch 
from  the  beam.  In  each  rib  nine  small  holes  were  drilled  to 
the  depth  of  the  surface  of  the  beam  for  the  purpose  of  insertr 
ing  the  pins  attached  to  a  delicate  measuring  instrument,  the 
intention  being  to  ascertain  the  position  of  the  neutral  axis 
by  measuring  the  distance  of  the  holes  in  the  vertical  ribs 
when  the  beam  was  placed  under  different  strains'' J. 

Mr.  Barlow  does  not  state  the  distance  between  th^  holes, 
nor  whether  the  accuracy  of  their  relative  distances  was 
tested  in  any  way.  The  only  indication  given  on  th^s  point 
is  the  statement  that  the  elongation  at  the  lowest  point  mea- 
sured was  j^ths  of  that  of  the  outer  fibres.  This  impb'es  that 
the  distance  of  the  last  hole  from  the  lower  (or  upper)  side 
was  i  inch,  giving  for  the  distance  between  the  holes  5  J  inches 

•  Phil.  Trans,  1855,  p.  228. 

t  In  the  plate  the  beams  are  figured  as  7  feet  4  inches  long,  and  in 
another  place  in  his  paper  Mr.  Barlow  refers  to  them  as  of  this  length, 
but  in  tne  absence  or  definite  and  consistent  statement  it  may  be  con- 
cluded that  the  distance  between  the  points  of  support  was  7  feet,  while 
7  feet  4  inches  was  the  total  length. 

}  Phil.  Trans.  1866,  p.  326. 
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-4-8,  or  '6875  inch.  It  would,  however,  be  impossible  to 
regulate  the  distance  with  any  very  minute  accuracy,  and 
some  considerable  part  of  the  irregularities  observable  in  the 
measurements  may  probably  be  due  to  this  cause. 

"  It  will  be  observed,"  says  Mr.  Barlow,  "  that  the  exten- 
sions and  compressions  increase  in  an  arithmetical  ratio  from 
the  centre  to  the  extreme  upper  and  lower  sides  of  the  beam/' 
If  we  substitute  the  word  "  neutral  axis  "  for  "  centre,"  it  is 
obvious  that  this  must  necessarily  be  the  case;  and  any  devia- 
tion from  this  law  must  be  regarded  as  resulting  from  errors 
of  measurement,  inequality  in  the  distances  between  the 
points  measured,  want  of  uniformity  in  the  material,  or  other 
accidental  causes. 

It  may  therefore  be  assumed  that  if  an  arithmetical  series 
be  taken,  approximating  as  nearly  as  possible  to  all  the  actual 
measurements,  the  quantities  so  obtained  may  be  regarded  as 
the  corrected  results  of  the  experiments. 

It  is,  moreover,  to  be  noted  that  the  extensions  and  com- 
pressions measured  are  those  of  a  portion  of  the  beam  about 
12  inches  in  length,  extending  therefore  to  a  distance  of  about 
6  inches  from  the  centre  on  each  side. 

Each  length  was  separately  and  minutely  measured  before 
being  strained  ;  but  the  variations  in  the  original  lengths,  at 
least  in  the  first  series  of  experiments,  do  not  exceed  i^th 
part  of  the  whole,  so  that  they  will  be  inappreciable  in  tneir 
effect  upon  the  amount  of  extension  or  compression  as 
measured.     The  mean  length  was  12*25  inches. 

But  the  maximum  strain  will  exist  only  at  the  centre  of  the 
length  of  the  beam,  and  that  at  any  other  part  of  it  must  be 
proportionate  to  its  distance  from  the  point  of  support*  It 
follows  that  the  strain  at  the  centre  of  the  beam  will  be 

42 

Q    =  1*078  times  that  indicated  by  the  measurement  of  the 

extension  or  compression  in  the  length  of  12*25  inches,  or 
nearly  one  twelfth  greater*. 

The  units  of  measurement  in  which  the  extensions  and 
compressions  are  given  by  Mr.  Barlow  are  ^Vo^^  ^^  "^ 
inch. 

Taking,  then,  one  series  of  experiments  on  the  same  beam 
subjected  to  saccessive  loads  we  find  these  results  : — 

*  Thftt  is,  «o  long  as  the  limits  of  elasticity  are  not  exceeded.  If  the 
beam  should  be  overstrained  at  its  lower  side  the  strain  at  the  centre 
may  be  considerably  more  in  comparison  with  the  mean  strain  for  any 
distance  on  each  side  of  the  centre. 
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The  deviation  in  the  position  of  the  neutral  axis  froiti  the 
centre  of  the  section  under  the  smallest  load,  5786  lb.  at 
centre  of  beam^  must  be  supposed  to  be  due  either  to  the 
points  at  which  the  extension  and  con^pression  were  measured 
not  being  accurately  distanced  vertically,  or  to  some  in- 
equalities in  the  resisting  power  of  different  parts  of  the 
section.  In  any  case  these  conditions  will  remain  the  same 
for  the  same  beam  under  the  different  loads. 

But  it  will  be  seen  that  there  is  a  sensible  and  increasing 
displacement  of  the  neutral  axis  with  increasing  loads  in  the 
direction  of  the  compressed  side  of  the  beam,  it  being  '121  inch 
higher  with  10,266  lb.  than  with  5786  lb.,  and  -139  inch 
higher  with  14,746  lb.  than  with  10,266  lb.,  giving  a  total 
displacement  of  '26  inch,  or  more  than  ^  inch. 

A  similar  result  is  shown  by  an  experiment  with  another 
similar  beam  loaded  successively  with  8000  and  16,000  lb, 
(see  Table  p.  404). 

The  displacement  of  the  neutral  axis  between  tte  loads  of 
8000  and  16,000  lb.  is  here  '178  inch. 

Another  series  of  measurements  given  by  Mr,  Bdrlow  of 
the  same  beam  inverted  but  with  similar  loading  is  valueless 
for  the  purpose  of  comparison,  inasmuch  as  the  measured 
lengths  a&  loaded  are  compared  with  those  taken  before  the 
inversion  of  the  beam,  and  are  therefore  affected  by  its  own 
weight  in  the  opposite  direction,  and  also  affected  by  the  con- 
siderable internal  stresses  caused  by  the  overstrain  to  which 
the  beam  had  already  been  subjected. 

The  amounts  of  displacement  of  the  neutral  axis  may  not 
appear  considerable,  but  it  must  be  remembered  that  within 
the  limits  of  elasticity,  and  so  long  as  the  calculated  stress  at 
the  lower  side  of  the  section  does  not  exceed  the  direct  tensile 
strength,  all  the  facts  are  explicable  upon  the  ordinary  theory 
with  the  neutral  axis  in  the  centre  ;  and  it  will  be  hereafter 
seen  that  for  beams  of  rectangular  section,  erven  with  extreme 
loads,  no  greater  displacement  is  to  be  expected  until  the 
breaking  weight  is  nearly  reached,  the  utmost  amount  being 
about  one  tenth  of  the  depth  of  the  beam,  or  in  this  case  about 
two  thirds  of  an  inch. 

Another  circumstance  to  be  remarked  in  these  experiments, 
and  likewise  in  the  other  experiments  made  by  Mr.  Barlow 
hereafter  to  be  referred  iJo,  but  which  does  not  appear  to  have 
been  noticed  by  him,  is  that  the  elongations  and  contractions 
and  the  deflexions  resulting  froni  loading  increase,  not  in  the 
ratio  of  the  load,  but  in  a  higher  and  increasing  ratio. 

Thus,  for  the  Ist  Beam,  with  a  loud  of 
6,786  lb.  the  maximum  elongation  was  -OOOIU^S  or  •000109  per  1000  lb. 
10,28<5  „  „  -00120    „   000117     „        „ 

14,746  „  „  00106     „   000133    „        „ 
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For  the  2nd  Beam,  with  a  load  of 

8,000  lb.  the  maximum  elongation  was  *0008/)8  or  -000107  per  1000  lb. 
16,000  „  „  „  -00223    „  -000139    „        „ 

In  the  four  experiments  on  solid  rectangular  beams  1  inch 
wide  by  2  inches  deep  and  5  feet  long,  the  mean  initial  de- 
flexion was  '00035  inch  per  lb.  of  load,  and  the  mean  ultimate 
deflexion  '000524  inch  per  added  lb.,  or  half  as  much  again, 
showing  a  diminished  resistance  as  the  curvature  increased. 

This  fact  is  of  the  highest  importance  for  the  determination 
of  the  causes  of  the  amount  of  transverse  strength.  If  there 
were  a  resistance  to  flexure  this  should  rather  increase  with  the 
curvature.  The  consequence  would  be  that  the  ratio  of  the 
elongation  of  the  lower  fibres,  and  of  the  deflexion,  to  the 
load  should  diminish  as  the  curvature  increases.  It  is  found 
on  the  contrary  to  increase,  and  the  fact  of  its  doing  so  is 
fatal  to  Mr.  Barlow's  hypothesis. 

Another  material  feature  observable  in  tbese  experiments, 
but  not  particularly  noticed  by  Mr.  Barlow,  is  that  in  all 
cases  when  the  loads  were  removed  the  measured  lengths  did 
not  return  to  their  original  dimensions  but  retained  a  per- 
manent set.  The  amount  of  set  shown  is  given  in  the  last 
columns  of  the  preceding  tables,  and  will  be  hereafter  again 
referred  to. 

Mr.  Barlow  assumes  (1)  that  the  resistance  which  he  ascribes 
to  flexure  has  the  same  eftect  as  an  addition  to  the  tensile  stress, 
and  (2)  that  the  amount  of  this  addition  varies  with  the 
degree  of  flexure,  and  also  with  the  depth  of  the  beam.  But 
when  he  comes  to  determine  the  amount  of  this  resistance  in 
solid  rectangular  beams  at  the  moment  of  rupture,  he  makes 
this  addition,  due  to  the  resistance  to  flexure,  a  constant  quan- 
tity, bearing  a  proportion  to  the  tensile  resistance  of  1  to  *78  t 
(Well  may  a  doubt  be  expressed  whether  lateral  action  alone 
is  sufficient  to  account  for  such  an  addition  to  the  tensile 
resistance.)  For  a  beam  of  different  pattern  he  assumes  that 
this  constant  is  multiplied  by  the  depth  of  metal  and  by  the 
deflexion,  and  divided  by  the  depth  and  deflexion  of  the  solid 
beam. 

In  effect  this  is  simply  to  treat  the  question  as  though 
the  tensile  strength  were  so  much  greater  than  it  really  is,  the 
amount  of  the  excess  being  taken  at  an  arbitrary  quantity, 
determined  from  the  excess  of  transverse  strength  required  to 
be  accounted  for,  and  modified  to  suit  the  case  of  beams  of  a 
different  form  in  an  equally  arbitrary  manner. 

And  no  satisfactory  account  or  explanation  is  given  of  this 
assumed  enormous  addition  to  the  tensile  resistance.  It  is 
clear  that  the  relative  lateral  displacement  of  the  fibres  must 
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be,  in  comparison  with  their  elongation  or  contraction,  dome- 
tbing  extremely  small,  and  the  resistances  thereby  occasioned 
compara,tively  insignificant. 

Mr.  Barlow  says  "  there  aro  in  fact  two  distinct  changes  of 
figure.  There  is  the  change  produced  by  the  tension  and 
compression,  which  if  acting  alone  would  result  in  the  figure 
efff h  (a  rectangle),  and  there  is  the  change  produced  by  the 
curvature,  which  if  acting  alone  would  result  in  the  figure 
I p norm  (a  similar  rectangle  with  the  upper  and  lower  sides 
curved),  the  combination  of  these  effects  is  necessary  to  pro- 
duce the  figure  which  a  beam  assumes  under  transverse  strain"*. 

But  this  is  to  take  into  account  twice  over  the  greater  part 
of  the  displacements  by  which  the  resistance  is  occasioned.  If 
the  area  of  the  first  figure  represent  the  resistances  caused  by 
direct  strain,  it  is  clear  that  the  addition  caused  by  the  second 
displacement  cannot  exceed  that  represented  by  the  space  not 
included  in  both  areas. 

What  the  experiments  show  us  is  a  loss  of  resisting  power 
with  the  increase  of  deflexion,  manifested,  as  already  pointed 
out,  by  an  increasing  ratio  of  deflexion  to  load,  and  therefore 
something  absolutely  the  reverse  of  a  resistance  to  flexnre. 

In  addition  to  the  conclusion  already  quoted  as  to  the 
position  of  the  neutral  axis,  which  has  been  shown  not  to  be 
confirmed  by  the  experiments,  Mr.  Barlow  makes  this  farther 
comment  upon  them  : — 

"  In  the  first  beam  a  strain  (load)  of  5786  lb.  caused  an 
extension ...  at  the  outer  fibres ...  =30  divisions . . .  therefore 

an  extension  of  Ytu^a  ^^  ^^  length.  The  beam  was  7  ft. 
4  in.  long,  6  in.  deep,  and  2  in.  thick,  so  that  with  a  strain 

(stress)  of(^Y^^?6^' "')  ^^'^^*  '^-  ^  **^  "^^^^  ^^^^'  *^® 
extension  produced  was  of  the  length.  But  in  referring 

to  the  experiments  made  by  Mr.  Hodgkinson,  it  will  be  seen 
that  a  force  of  10,538  lb.  applied  by  direct  tensile  strain  extends 

cast  iron  jTj^gof  its  length,  being  nearly  double  that  exhibited 

by  the  beam." 

.  Now  an  extension  of  this  amownt  with  such  a  stress^ 
unless  the  limit  of  elasticity  were  exceeded,  implies  a  modolus 
of  elasticity  E  =  10538  x  1056  =  1 1,127,028  only ;  whereas 
the  values  of  E  deduced  by  Mr.  Hodgkinson  from  his 
experiments  on  various  samplea  of  cast  iron  varv  from 
13,730,^500  to 22,907,700,  that  for  Canon  0 B  l)eing  17,270^000,. 

♦  Phil.  Trans.  1857,  p.  iTl. 
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which  is  about  the  average.  It  mast  be  remembered  that  the 
extension  measured  by  Mr.  Barlow  is  that  of  12'25  inches  of 
the  length  of  the  beam,  and  that  the  maximum  extension  at 

the  centre  is  therefore  1*078  times  this  amount  or  ^^^hto* 

Taking  the  modulus  of  elasticity  at  17,270,000  the  extension 
due  to  a   stress  of   10,608  lb.  applied  by  direct  tension  is 
10608  1  ,    ,,  r.        A   J 

IpTCpJo"  1626'  ^'  ^^^y  ''^"'y  ^^^  '^"'^  '"^^*'^y-  ^"^ 
the  extension  above  deduced  from  Mr.  Barlow^s  measurements 

with  this  load  of  5786  lb.  is  'OOOBSSyOr  p—,  which  is  greater 

than  that  due  to  the  direct  tension  if  the  modulus  be  as  here 
supposed. 

At  all  events  Mr.  Barlow's  conclusion  that  the  extension 
produced  by  direct  tensile  stress  is  nearly  double  of  that  caused 
by  an  equal  calculated  stress  in  the  outer  fibres  in  transverse 
strain,  is  not  supported  by  the  results  of  his  own  experiments. 
On  the  contrary,  it  appears  that  with  moderate  loads  the 
extension  is  very  nearly  the  same  in  both  cases.  But  with 
extreme  loads  this  is  no  longer  true.  The  extension  of  the 
lower  fibrfes  will  then  be  found  considerably  to  exceed  that 
which  would  be  caused  by  a  direct  tensile  stress  equal  to  that 
calculated  from  the  load  on  the  supposition  of  the  indefinite 
elasticity  of  the  material,  if  such  a  stress  could  be  applied 
without  causing  rupture. 

It  is,  however,  inconceivable  that  any  such  tensile  stress 
exceeding  that  which  is  found  by  direct  experiment  to  pro- 
duce rupture  can  exist  within  the  material.  What,  then,  is  the 
true  explanation  of  the  facts  disclosed  by  the  experiments  ? 

In  what  Mr.  Barlow  terms  "  the  existmg  theory  of  beams,'* 
as  well  as  in  the  arguments  upon  which  be  bases  his  own 
theory,  it  is  assumed  that  up  to  the  point  of  rupture  the 
elasticity  of  the  material  is  unlimited ;  in  other  words,  that  the 
tensile  or  compressive  stress  always  varies  with  the  strain. 

Now  it  is  well  known  that  this  is  not  the  case.  It  was 
found  by  Hodgkinson  that  with  cast  iron,  although  between 
a  limit  of  about  5  tons  tensile  to  15  tons  compressive  stress 
the  stress  varied  very  nearly  with  the  strain,  when  these 
stresses  were  exceeded  the  proportion  of  stress  to  strain 
diminished  with  increasing  rapidity.  Even  within  these  limits 
the  strict  proportion  which  existed  for  either  tensile  or  com- 
pressive strain  of  very  small  amount  was  not  absolutely  main- 
tained, but  with  increasing  stress  tfie  proportion  of  stress  to 
strain  gradually,  though  at  first  only  very  slightly,  diminished. 
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And  although  experiments  prove  that  rapture  does  not 
actually  take  place  until  the  tensile  strain  is  such  as  would 
correspond,  if  the  elasticity  continued  unimpaired,  to  a  tensile 
stress  of  at  least  60  or  70  thousand  pounds,  the  actual  stress 
producing  rupture,  and  which  cannot  therefore  have  been 
exceeded,  is  not  more  than  a  third  of  that  amount.  The 
experiments  of  Hodgkinson  show  a  tensile  strength  for  various 
samples  of  cast  iron  varying  from  13,404  to  21,907  lb.  Mr. 
Barlow's  "  experiments  on  tensile  strain "  give  a  stress  of 
15,747  to  22,035  lb.  These  experiments  unfortunately  do  not 
show  the  amount  of  strain. 

The  annexed  diagram  (fig.  5)  will  then  represent  approxi- 
mately the  tensile  strain  and  stress  in  units  for  strain  of  one 


/yfrfar^fff 


/r  ffm*- 


i^5 

inch  for  one  thousandth  part  of  elongation,  and  in  units  for 
stress  of  J^th  of  an  inch  for  every  thousand  pounds.  This 
assumes  flie  modulus  of  elasticity  to  be  20,000,000,  which  is 
about  that  indicated  by  the  deflexions  of  a  bar  5  feet  long 
with  moderate  loads  in  the  experiments  of  Mr.  Barlow. 

The  excess  of  strain  beyond  its  normal  proportion  to  the 
stress  may  be  termed  the  overstrain. 

An  unfailing  indication  that  overstrain  has  taken  place 
and  that  the  stress  has  not  maintained  its  proportion  to  the 
strain,  is  given  when  on  the  external  forces  causing  the  strain 
being  removed  the  original  condition  is  only  partially  restored 
and  part  of  the  strain  remains  as  a  permanent  set.  In  the 
experiments  of  Mr.  Barlow,  already  described,  after  the  load 
of  14,746  lb.  was  removed^  the  distance  between  the  lowest 


Digitized  by 


Google 


to  Transverse  Strain  in  Beams.  409 

points  measured^  which  had  been  increased  88  units  by  the 
load,  was  reduced  on  its  removal  only  73  units.  Similarly  a 
load  of  lt),000  lb.  caused  an  extension  of  102  units,  and  its 
removal  a  contraction  of  only  89  units. 

Now  it  is  manifest  that  when  a  beam  is  transversely  strained 
the  amount  of  strain  in  any  part  of  a  given  section  will  vary 
directly  as  the  distance  from  the  neutral  aids.  The  stress, 
tensile  or  compressive,  will,  however,  not  necessarily  vary  in 
the  same  proportion,  but  will  be  that  due  to  the  strain,  being 
nearly  proportionate  to  it  until  the  maximum  stress — that 
which  will  ultimately  cause  rupture — is  approached,  bat 
increasing  no  further  than  the  breaking  stress  and  maintaining 
practically  the  same  amount  until  actual  rupture  commences. 

And  if  the  point  A,  in  the  last  diagram,  represent  the 
position  of  the  neutral  axis  of  a  beam  undergoing  transverse 
strain,  and  the  distance  below  it  A  B  on  a  vertical  line  repre- 
sent the  depth  below  it  of  any  part  of  the  section,  if  a  horizontal 
line  BC  represent  the  tensile  strain  at  that  depth,  then  BD 

will  likewise  represent,  on  a  scale   ^  of  that  used  in  measuring 

the  strain,  the  tensile  stress  at  the  same  depth. 

It  follows  then  that,  when  the  limit  of 
elasticity  has  not  been  exceeded,  if  the 
line  C  D  (fig.  6) ,  being  the  lower  side  of 
any  section  A  BCD  of  a  rectangular 
beam,  subjected  to  transverse  strain 
only*,  be  taken  to  represent  the  stress 
per  inch  at  that  line,  then  the  same  line 
measured  in  units  E  times  the  length  of 
those  in  which  it  measures  the  stress  will 
represent    the    longitudinal    elongation 

Eer  unit  of  length  of  the  filaments  of  the       v      r*    z; 
earn,  or  the  strain  at  that  line. .   Join  -^^9  ^ 

AD  BC:  then  G,  the  intersection  of 
those  lines,  is  the  centre  of  gravity  of  the  section,  and  also 
under  the  same  condition  the  position  of  the  neutral  axis. 
And  the  length  of  any  horizontal  lines  ab  or  cd  between  those 
lines  will  represent  in  similar  units  the  stress  per  inch  either 
compressive  or  tensile,  as  well  as  the  contraction  or  elongation 
at  such  line. 

Moreover,  the  areas  of  the  triangles  AGB,  CGD,  multiplied 

*  That  is  to  say,  the  sum  of  the  longitudinal  stresses  at  that  section 
reckoned  positive  or  negative  according  as  they  are  tensile  or  compressive 
amounting  to  zero.  Should  the  beam  m  addition  to  the  transverse  strain 
be  subjected  also  to  longitudinal  strain,  the  conditions  will  be  altered  and 
the  position  of  the  neutral  axis  changed. 
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by  the  stress  per  inch  at  A  B  or  C  D  will  represent  respectively 
the  totiil  compressive  and  tensile  stresses  on  the  section,  and 
the  snro  of  these  maltiplied  by  one  third  of  the  depth  of  the 
section  will  be  the  moment  of  horizontal  stress  at  that  section. 
But  if  the  limits  of  elasticity  have  been  exceeded  at  C  D, 
when  CD  is  assumed  to  represent  the  stress  per  inch  at  that 
line,  it  will  no  longer  represent  the  amount  of  elongation  or 
the  strain  in  units  E  times  the  length  of  those  in  which  it 


/?^.7 


measures  the  stress,  but  the  line  representing  the  strain  in 
such  units  will  be  longer  than  C  D.  Let  this  be  represented 
by  EF  (fig.  7).  Let  H  now  be  the  position  of  the  neutral 
axis.  Draw  E  K,  FI,  straight  lines  through  H,  to  meet  AB 
produced  in  K  and  I.  Then  as  before,  any  horizontal  lines 
tk  or  ^/ drawn  between  these  lines  will  represent  the  con- 
traction or  elongation  at  such  lines.  And  if  points  cd  he 
taken  upon  all  such  lines  e/j  equidistant  from  the  vertical  line 
through  the  centre  of  the  section,  so  that  the  length  ot  cd 
may  represent  the  stress  due  to  the  elongation  efy  and  lines 
drawn  through  all  such  points  from  C  and  D  to  H,  then  the 
area  of  the  figure  enclosed  by  these  lines  and  the  base  C  D 
multiplied  by  the  stress  per  inch  at  CD  will  bo  the  total 
amount  of  tensile  stress. 

If  the  limit  of  elasticity  has  been  also  passed  for  compressive 
strain,  the  same  operation  must  be  repeated  at  all  lines  ik. 
But  otherwise  the  area  of  the  triangle  I H  K  multiplied  by  the 
stress  per  inch  at  C  D  will  be  the  total  amount  of  compressive 
stress.  And  the  sum  of  these  areas  each  multiplied  by  the 
stress  per  inch  at  C  D,  and  by  the  distance  of  their  respective 
centres  of  gravity  from  H,  will  be  the  moment  of  horizontal 
stress  about  the  neutral  axis. 

Inasmuch  as  the  total  amounts  of  tensile  and  compressive 
stress  must  be  equal  to  each  other,  it  is  manifest  that  H 
and  G  will  not  under  these  circumstances  coincide,  but  that 
as  the  strain  increases  after  the  limit  of  elasticity  has  been 
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passed  the  neutral  axis  will  be  diaplaced  to  a  small  e^ient  from 
the  centre  of  gravity  of  the  section. 

In  the  case  of  ca^t  iron  it  has  been  fonnd,  as  already  stated, 
that  even  with  very  moderate  strains  the  ratio  of  stress  to 
strain  varies  to  some  extent  from  it«  initial  value  E.  Bat 
this  variation  does  not  become  considerable  for  either 
tensile  or  compressive  stress  until  it  approaches  that  which 
ultimately  produces  rupture*.  And  no  very  considerable 
error  will  result  from  assuming  that  the  compressive  stress 
varies  directly  with  the  strain  in  any  bar  of  rectangular  section 
subjected  to  transverse  strain^  and  that  the  tensile  stress  also 
varies  directly  with  the  strain  until  it  reaches  the  amount 
which  ultimately  produces  rupture  and  then  remains  constant 
until  the  strain  likewise  reaches  the  point  of  rupture. 

These  assumptions  .will  simplify  the  figures^  the  areas  of 
which  measure  the  total  tensile  or  compressive  stress,  and 
these  will  then  become  respectively  the  pentagonal  figure 


C  L  H  M  D  and  the  triangle  I H  K,  the  dimensions  of  which 
may  be  readily  computed. 

Make  HO  (fig.  8)  =  i  depth  and  ON  and  OP  each  =i 
width  of  the  beam. 

Then  if  NP  be  taken  to  represent  the  maximum  tensile 
stress,  S,  or  a  little  less  than  the  tensile  breaking-stress,  pro- 
duce this  line  to  B  and  S  (equidistant  from  0),  and  assume 
'R  S  to  represent  on  a  scale  E  times  as  great  the  elongation  of 
the  fibres  at  a  depth  below  the  neutral  axis  equal  to  half  the 
depth  of  the  beam. 

Draw  straight  lines  through  H  R,  H  S,  intersecting  verticals 
through  N  and  P  in  L  and  M,  and  produce  them  in  both 

*  It  appears  from  the  ej^periments  of  Mr.  Hodgkinaon  that  the  break- 
ing compressive  stress  of  east  iron  is  generally  from  100,000  to  1-30,000  lb. 
-Phil.  Trans.  (1867)  p.  866. 
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directions.  Then  draw  IK  and  EF  parallel  to  RS^  inter- 
secting the  vertical  lines  through  N  and  P  at  A  and  B, 
C  and  D,  at  a  distance  from  each  other  equal  to  the  depth  of 
the  beam,  in  such  manner  that  the  area  of  the  triangle  I H  K 
may  equal  that  of  the  pentagon  C  L  H  M  D.  Then  A  B  C  D 
will  represent  the  section  of  the  beam  ;  H  will  be  the  position 
of  the  neutral  axis,  which  will  be  slightly  elevated  above  the 
centre  of  gravity,  G,  of  the  section ;  I K  will  represent  the 
compressive  strain  or  stress  at  the  upper  side  of  the  beam ; 
any  horizontal  lines  i  k,  I  m,  intersecting  the  lines  of  strain  or 
stress  I M,  K  L,  will  represent  the  strain  or  stress  at  such  line, 
any  line  ef  intersecting  the  lines  L  E,  M  F,  will  represent  the 
strain,  and  the  portion  of  it  cd  between  L  C  and  M  D  the 
stress,  at  such  line,  and  E  F  and  C  D  respectively  the  strain 
and  stress  at  the  lower  side  of  the  beam. 

And  the  areas  0  L  H  M  D  and  I H  K  will  be  the  areas  of 
maximum  tensile  stress  and  of  an  equal  compressive  stress 
respectively,  and  the  sum  of  these  areas  each  multiplied  by 
the  maximum  tensile  stress  and  by  the  distance  of  its  centre  of 
gravity  from  H  will  be  the  total  moment  of  horizontal  stress. 

Let  AB=6,  AC=rf,  e  =  elongation  per  unit  of  length  at  a 
depth  below  the  neutral  axis  equal  to  naif  the  depth  of  the 
be^m,  H  Q,  the  height  of  neutral  axis  above  the  lower  side,  =  A, 
MD=<j,  and  A— c=^. 

Then  ??_A 

RS  "  Ee 
Let  this  =  0-,  ,  HO.NP      da 

ff^h-^c^      RS      =T' 

IK=  ^(^r^,  and  the  A  IHK  =  the  pentagon  C  L  H  M  D, 

^J^^:I^^bg  +  2bc=b{2h-g). 
y 
Solving  this  equation  with  respect  to  h,  vie  obtain 

which  is  the  height  of  the  neutral  axis  above  the  lower  side 
of  the  section ; 

/.  d— A=rf(  >/<r— gj,  and  C5=A— ^=d(l— s/<r). 

And  the  moment  of  IHK  about  H  is 

1  &(d-A)»  _  bdP  (2>/<r-<r)« 
3        y        "  6  2<j        ' 
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the  moment  of  LHM  is 

and  the  moment  of  LCDM  is 
Therefore  the  total  moment  of  stress  is 

=8^(3-2^0-) (1) 

Now  if  Sx  be  the  maximum  stress  which  woold  have  existed 
in  conseqnence  of  the  loading  at  the  lower  side  of  the  section 
if  the  elasticity  had  been  perfect^  the  total  moment  of  stress 


will  be  represented  by  Si   ..   , 

.-.  S(3-2>/o-)=Si, 

Let  -^  =r,  then 

/3-rV 

And  the  strain  at  half  the  depth  of  section  below  the  neutral 
axis  is 

'=1^  =  1(3::-^' (2J 

the  maximum  tensile  strain  at  C  D  represented  by  EF  is 

'^"^        E  a  "E     (3-r)'    •  •    •     ^"^^ 

the  maximum  compressive  strain  at  AB  is 

_2e{d-h)  _S  2>/<r— <r_S  1+r  ... 

^•"        d        "E        a        "E3-r'      *     '      ^*^ 

and  the  maximum  compressive  stress  is 

8|i-;- w 

The  amount  of  displacement  of  the  neutral  axis  from  the 
PM.  Mag.  S.  5.  Vol.  33.  No.  204.  i£<^  1892.  2  F 
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centre  of  gravity  is 

The  foregoing  equations  are  su£Bcient  to  determine  the  con- 
ditions under  which  the  facts  relating  to  transverse  strength 
may  be  reconciled  with  those  of  tensile  strength  without 
recourse  to  the  supposition  of  any  kind  of  resistance  other 
than  the  known  resistances  to  extension  and  compression. 

The  truth  of  the  theory  and  its  adequacy  to  account  for  the 
facts  shown  by  experiment  may  be  tested  by  comparing  the 
amounts  of  deflexion  calculated  to  exist  according  to  the 
theory  with  those  experimentally  determined. 

For  this  purpose  it  is  necessary  to  find  the  curve  assumed 
by  a  beam,  and  its  consequent  deflexion,  under  the  supposed 
condition  of  overstrain. 

Now  It  is  evident  that  the  area  C  L  H  M  D  of  maximum 
tensile  stress  is  the  same  as  that  of  an  equal  stress  would  be 
if  the  stress  continued  to  vary  with  the  strain  down  to  the 
lower  side  of  the  section,  and  every  horizontal  dimension  of 
the  beam  between  L  C  and  M  D  were  reduced  in  the  propor- 
tion which  the  actual  stress  at  any  horizontal  line  bears  to 
that  which  would  then  exist  at  that  line,  that  is  as  c  d  to  ef, 

(cdY 
Make  tv=  ^^-j-j  and  draw  lines  from  L  and  M  through  all 

Buch  points  t^  r,  to  meet  the  base  in  T  and  V.  Then  the 
actual  strength  of  the  section  A  C  D  B  is  the  same  as  would 
be  that  of  the  section  A  L  T  V  M  B  if  the  stress  continued  to 
increase  with  the  strain  to  its  utmost  limit.  And  its  de- 
flexion under  any  given  load  must  likewise  be  the  same. 

The  centre  of  gravity  of  the  section  A  L  T  V  M  B  is  the 
point  H,  which  has  been  already  determined  to  be  the  neutral 
axis  of  the  section  A  C  D  B  as  subjected  to  overstrain.  And 
the  neutral  axis  of  A  L  T  V  M  B  will  coincide  with  its  centre 
of  gravity. 

The  moment  of  inertia  of  this  section  about  that  point  is 
readily  found  to  be 

^^=12^V       2<r         +2  +3(l  +  <r-^/(r)(l- v^cr)) 
=  gcr(3-2Vcr)=I^(3-r)^ (7) 

(where  I  is  the  moment  of  inertia  of  the  section  A  C  D  B 
about  its  centre  of  gravity),  which  is  therefore  the  moment 
of  inertia  of  the  redaced  section  at  the  centre  of  the  lengdi  of 
the  beam. 
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The  radius  of  curvatare  at  the  same  point  is  determined  by 
the  equation 

l_Wl  _       Wl  ,.. 

E"4Eli""Elr(3-r)»' ^^^ 

where  W  is  the  central  load,  and  I  the  length  of  the  beam. 

And  the  deflexion  of  the  original  beam,  on  the  supposition 
of  stress  and  strain  varying  together,  would  be 

8,=  ^^^ 


48EI* 
1  48Si 


(9) 


and  the  elongation  of  the  fibres  at  a  depth  ^  below  the  neutral 
axis 

'^^iS^ (1^> 

and  the  elongation  at  the  lower  side  of  the  section 

The  amount  of  elongation  varies  directly  with  the  deflexion 

being  -j^  so  long  as  the  limit  of  elasticity  is  not  exceeded. 

But  when  this  is  the  case,  as  indicated  by  an  excess  of  actual 
deflexion  over  the  normal  amount,  an  increase  of  elongation 
will  be  occasioned  in  a  larger  ratio  than  the  increase  in  the 
deflexion,  owing  to  the  excess  of  curvature  being  confined  to 
the  portion  of  flie  beam  which  is  overstrained,  that  is  to  say, 
to  the  central  part,  and  being  greatest  in  the  centre  of  the 
length.  The  distance  from  the  centre  of  the  beam  to  which 
this  overstrain  will  extend  will  be  as  far  as  the  point  at  which 
the  maximum  tensile  stress  S  is  the  same  as  the  calculated 
maximum  tensile  stress ;  that  is  to  say,  since  the  moment  of 
stress  varies  as  the  distance  from  the  point  of  support,  at  a 

*  The  overstrain  actually  continues  to  flome  extent  to  a  greater  dis- 
tance, as  the  stress  does  not  in  fact  maintain  a  strict  proportion  to  the 
strain  until  it  attains  its  maximum,  as  has  been  assumed  for  convenience 
of  calculation.  The  exact  solution  of  the  problem  would  require  S  to  be 
treated  af(  a  variable,  which  would  introduce  too  great  complexity.  The 
error  occasioned  by  the  treatment  of  the  question  which  has  oeen  adopted 
is  not  considerable,  but  causes  the  calculated  deflexions,  especially  for  the 
intermediate  loads,  to  be  somewhat  less  than  the  true  amounts. 

2F2 
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At  any  point  in  the  beam  between  this  and  the  centre^  and 

at  a  distance  a  from  the  point  of  support,  the  maximum  stress 

which  would  exist  on  the  supposition  of  perfect  elasticity  will 

be  reduced  in  the  proportion  of  2a:  to  L    In  the  equation  for 

Ii,  therefore,  to  obtain  the  moment  of  inertia  of  the  reduced 

2rjc 
section  at  that  point,  -j-  must  be  substituted  for  r,  and 

j_ij:M^^, ^j2j 

and  at  this  point,  if  «,  y  be  the  ordinates  of  the  carve  of 
deflexion,  the  origin  being  the  point  of  support, 

••  ^^  <te»~r(3i-2r«)»* 
Integrating  between  x  and  ^,  and  noting  that  at  the  centre 

d^       '  dy  _        WP  WP      . 

^^ dx  ~  2i»{3l-2rx)      2r»(3-r)  ' 

and  when  «=  „-, 

"ei*-- — w^ (13) 

Integrating  again  between  the  same  limits,  y  being  equal 
to  —8  at  the  centre, 

and  when  ^=2^'  }/-!/u 

Again,  at  any  point  between  «= a~  ^^^  ^^  point  of  support, 
the  moment  of  inertia  is  unaffected  by  overstrain,  and 
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Integrating  between  x  and  ^' 


therefore,  adding  (13), 

p,dy_Wa^      WP      WP(r-l) 

Ac         4        16r»       4r«(3-r)  " 

Integrating  again  between  the  same  limits, 

m(  \_War»      WP      WPxWP      WP(r-l)x  .  WP(r-l) 

^My-yi)-^2--9g^--16^+;^^-    4^(3_,)   +8r»(3-r)' 

therefore,  adding  (16), 

TPT/  _lSn_"^^^W/»      WP«     WP(r-l)x  ,  3WZ»(r-l) 
J!'lly+*)-  ^2"  +  i8?~T6^  ~  4r»(3-r)"  "^   8r»(3-r) 


and  when  x=0,  ^=0, 


-iprt-i-ar-^;   •   .    (16) 


p,,     WP      3WZ»(r-l)      W«»,,      2 


8= 


12W/  1      .    3(r-l) 1^,,    _2_\       .--V 

EM^V48r«  "^  8r»(3-r)      4r»°*  "  S-rJ'  *  ^   '^ 

where  Sj  is  the  normal  deflexion  on  the  supposition  of  perfect 
elasticity,  and  8  the  increased  deflexion  consequent  upon  over- 
strain. 

Equations  (14)  and  (16)  are  the  equations  to  the  curve  for 
the  portions  of  the  beam  between  the  centre  and  the  distance 

^  from  the  point  of  support,  and  between  that  and  the  point 

of  support  respectively,  the  value  of  the  constant  S  in  both 
being  determined  by  (17). 

Before  proceeding  further,  it  will  be  well  to  recapitulate  the 
leading  features  of  the  theory  above  developed,  which  may  be 
termed  the  theory  of  overstrain. 

In  any  beam  or  bar  of  rectangular  section  subjected  to 
transverse  strain,  the  form  of  the  areas  of  equal  resistance, 
shown  in  fig.  6,  and  the  coincidence  of  the  neutral  axis  with 
the  centre  of  gravity,  presuppose  a  condition  of  perfect  elas- 
ticity ;  that  is,  that  the  resistance  to  the  extension  or  com- 
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pression   of  the   fibres  varies  directly  with  the  amount  of 
extension  or  compression. 

When  this  condition  does  not  continue  to  the  point  of  mp- 
ture,  bat,  as  in  the  case  of  cast  iron,  the  limit  of  elasticity 
has  been  passed  for  tensile,  but  not  for  compressive^  strain 
before  ruptare  takes  place,  the  maximnm  tensile  stress  is  that 
which  will  produce  rupture  by  direct  tensile  strain.  But  this 
maximum  stress  will  exist,  after  the  limit  of  elasticity  is 
passed,  not  only  at  the  lower  margin,  but  for  some  distance 
within  the  sul^tance  of  the  beam.  The  form  of  the  areas  of 
equal  maximum  stress  will  be  that  shown  in  fig.  7,  and  the 
position  of  the  neutral  axis  will  be  raised  above  the  centre  of 
gravity  of  the  section. 

The  same  considerations  will  lead   to  the 
conclusion  that  when  the  limit  of  elasticity  is 
passed  before  rapture  for  compressive,  but  not 
for  tensile  strain,  the  form  of  these  areas  will 
be  that  shown  in  fig.  9,  and  the  position  of 
the  neutral  axis  will  be  depressed.      When 
it  is  passed   for  both  tensile  and   compres- 
sive   strain,    the  form  will   be  one   of  the   two   shown   in 
fig.  10  ;  and  the  position  of  the 
neutral   axis  will  be  raised   or 
depressed  according  as  the  limit 
of  elasticity  is  first  passed  for 
tensile  or  compressive  strain,  or 
as  the  maximum  compressive  or 
tensile  stress  is  the  greater. 

In  each  case  the  maximum  tensile  siress  is  supposed  to  be 
measured  by  the  base  of  the  section^  and  to  be  the  unit  of 
stress  for  both  of  the  areas. 

The  same  principles  will  apply  to  beams  of  any  other 
section.  In  all  cases  the  efifect  will  be  the  same  as  if  the 
dimensions  of  the  section  were  reduced  for  some  distance  on 
each  side  of  the  centre  of  the  beam,  and  the  stress  oontinaed 
to  increase  proportionally  to  the  strain  without  limit  up  to  the 
point  of  ruptare. 

The  results  of  four  experiments  made  by  Mr.  Barlow  on  the 
deflexion  of  bars  or  girders  of  rectangular  section  under 
various  loads  increased  by  degrees  to  the  breaking  weight  are 
recorded  in  his  paper  of  1855.  In  the  following  Tables  the 
figures  of  the  first  and  third  columns  are  the  loads  and  corre- 
sponding deflexions  given  by  Mr.  Barlow  as  the  results  of  his 
first  two  experiments,  the  other  quantities  being  calculated 
from  them.  The  irregularity  of  the  deflexions  observed  to 
be  produced  by  the  smaller  loads  renders  it  diflicult  to  deter- 
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mine  with  certainty  the  modulas  of  elasticity  of  the  metal 
employed  ;  but  as  in  the  first  experiment  four  measnremente^ 
and  in  the  second  three,  are  given  for  loads  not  exceeding 
712  lb.,  the  average  result  of  tnese  may  probably  be  taken  as 
nearly  correct ;  and  the  modulus  has  been  calculated  from  the 
mean  deflexion  for  every  pound  of  load  up  to  712  pounds,  up 
to  which  amount  it  may  fairly  be  assumed  that  stress  and 

strain  are  directly  proportionate,  by  the  formula  E=  .^v  ,3. 

In  the  other  two  experiments  no  observations  are  recorded 
for  loads  between  40  and  732  lb.,  and  those  given  for  these 
loads  do  not  appear  sufficiently  reliable  to  found  any  satis- 
factory conclusions  upon  them. 

Wl 
The  moment  of  transverse  stress  in  cohunn  2  is  -r— 

4 

The  normal  deflexion  in  column  4  is  that  which  would 

exist  under  each  load  if  the  limits   of  elasticity  were  not 

WP 
exceeded,  and  is  calculated  by  the  formula  Stsr -|^      .;  or  if 

Sj  be  the  deflexion  already  ascertained  for  any  given  load  W,, 

W 
Bi=  ti^Sj.     The  amounts  so  calculated  varj'-  little  from  the 

observed  deflexions  until  the  amount  of  tensile  stress  ap- 
proaches that  which  would  cause  rupture  by  direct  strain, 
after  which  the  latter  become  considerably  in  excess. 

3WZ 
The  tensile  stress  per  inch  on  the  lower  fibres  is      ,  .^   so 

long  as  the  stress  varies  directly  with  the  strain,  but  can  never 
exceed  the  breaking  stress.  Mr.  Barlow's  experiments  on  the 
direct  tensile  strength  of  cast  iron,  made,  as  may  be  presumed, 
upon  samples  of  iron  similar  in  quality  to  those  employed  in 
his  experiments  on  transverse  strain,  give  18,876  lb.  as  the 
mean  breaking  stress  in  eight  trials.  It  must,  however,  be 
observed  that  these  experiments  give  various  values  from 
16,747  to  22,035  lb. ;  and  that  while  the  strength  of  a  bar 
longitudinally  strained  is  that  of  its  weakest  part,  the  tensile 
strength  of  tne  part  of  a  bar  transversely  strained  is  precisely 
that  at  the  centre  of  its  length,  and  may  generally  be  sup- 
posed to  be  more  than  the  amoant  which,  for  the  above 
reason,  is  obtained  by  experiments  on  direct  longitudinal 
strain.  If  those  experiments  are  rejected  in  which  a  distinct 
flaw  was  found  to  exist  in  the  metal  at  the  point  of  rupture, 
it  will  be  found  that  the  average  stress  actually  supported 
without  rupture  in  three  of  the  experiments  was  21,400  lb.; 
and  it  may  fairly  be  assumed  that  the  tensile  strength  at  the 
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centre  of  the  bars  submitted  to  transverse  strain  may  have 
been  equal  to  the  ^eatest  tensile  stress  supported  without 
rupture  in  any  of  the  bars  subjected  to  direct  strain,  which 
was  21,745  lb. 

When  the  maximum  tensile  stress  is  first  nearly  approached 
the  tensile  stress  at  the  lower  fibres  will  be  somewhat  less  than 
that  given  by  the  equation,  but  may  be  assumed  to  be  deter- 
mined by  it  until  it  is  equal  to  a  maximum  somewhat  below 
the  breaking  stress,  and  afterwards  to  remain  constant  at  the 
same  amount.  If  it  had  continued  to  vary  with  the  load  its 
amount  would  be  that  given  in  column  5,  and  the  actual 
maximum  tensile  stress  may  be  taken  to  be  that  in  column  6. 

Column  7  gives  the  ratio  r  of  the  two  last  values  when  the 
former  exceeds  the  latter,  and  the  quantities  in  the  remaining 
columns  are  calculated  by  the  equations  above  deduced  from 
the  theory  of  overstrain. 

The  annexed  diagram  (fig.  11)  exhibits  in  a  more  striking 
form  than  the  Table  the  relative  proportion  of  the  calculated 
deflexions  to  those  measured  and  oi  both  to  the  normal  de- 
flexion. The  lengths  of  deflexion  in  the  diagram  are  three 
times  the  actual  amount. 


.»          1      ^ 

^ 

x> 

^^>^ 

S, 

•v^x^ 

"^ 

r^ 

I 


H 
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It  will  be  seen  that  in  every  instance  except  one,  where 
there  is  obviously  an  error  in  the  measured  deflexion,  the  cal- 
culated amounts  of  deflexion  are  less  than  those  observed.     It 


Digitized  by 


Google 


to  Transverse  Strain  in  Beams. 


421 


8 


3    S?* 


^ 


& 


& 


X 
X 


09 
<X 


QO 
X 

to 

o 


III 


r 


•-I 

s 

CD 

D 

o 


I 

p 


o 

D 


I 

I 

1 

a. 


CD 


Digitized  by 


Google 


422 


Mr.  R.  C.  Nicholfl  on  tlie  Resistances 


o 

.s 


O 


a 

o 


I 

6 

^^ 

J 

s. 


u 

it 


o 

«t-l  ^ 


So 


2    S 


$    S 


O     ^     O     i»     r« 

I  I  s  I  I 


ass 

^     ^.     op 


fi  i  i  I  i 
»-«  V-l  ^N  i-H  ^H 

^       C^       C4       C4       04       C4 


i  i  §  I  i 

«5     S     «D     r«     & 

1-1     cl     A     CO     n 


o»     G^     «p 
^     g     ^ 


QO 

O 


CO 

I 

a 
o 

a 

fi 
o 


g 

p 

s 

I 


a 

o 
04 


1 


ao 


il  2  s  I  a  I 

"^  O       ^^        CT        ^       CD        CD 


I;;    ^ 


8 

O 
CO 

<M 

X 

QO 


OO 

o 
ab 
X 

:o 

CO 


'o  8 
ggco 


I  §  i  i  f 

^    Si    Si    S    Si 


» 


5'2 

-la  ^ 


1 


^5  §  s  §  i  i  § 


Digitized  by 


Google 


to  Transverse  Strain  in  Beams. 


423 


would  appear  from  this  that  the  maximnm  tensile  stress  might 
have  been  taken  to  be  somewhat  less.  But  it  mast  be  remem- 
bered that  for  convenience  of  calculation  the  stress  has  been 
assumed  to  vary  with  the  strain  until  the  former  has  reached 
its  maximum  amount,  whereas  in  fact  the  overstrain  com- 
mences considerably  sooner.  The  result  is  that  the  calculated 
deflexion  must  be  somewhat  deficient,  especially  for  the  loads 
about  one  half  the  breaking  weight.  Making  allowance  for 
this  circumstance,  the  calculations  accord  very  fairly  with  the 
facts  as  observed. 

Mr.  Barlow  relied  much  for  the  confirmation  of  his  theory 
upon  the  fact  that  the  excess  of  strength  exhibited  by  solid 
beams  does  not  appear  to  the  same  extent  in  flanged  girders, 
or  in  beams  of  a  form  which  he  had  made  for  the  purpose  of 
experiment  in  which  an  upper  and  lower  flange  were  connected 
only  at  intervals,  the  effective  section  being  therefore  that 
shown  in  fig.  12,  the  space  acdb  being  vacant 

between  the  solid  portions  A  a  6  B  and  cGDd.       a B 

But  this  will  evidently  be  the  same  on   the        |  \ 

theory  of  overstrain  here  proposed. 

In  such  a  beam  before  the  point  of  rupture 
is  reached,  unless  the  intermediate  space  is  a 
very  small  fraction  of  the  total  depth,  the  whole 
of  the  lower  part  of  the  section  will  be  included 
in  the  area  of  maximum  stress,  and  if  d^^md 
be  the  depth  of  the  upper  and  lower  solid 
portions,  and  the  other  terms  and  dimensions 

as  in  the  former  case,  then  as  before  I K  = j 


?T^a. 


B    K 


and  (fig.  13)  tk=:.b 

and  the  area  of  compressive  stress  likK  being  of  necessity 
equal  to  the  area  of  tensile  stress  cGDd, 
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(d-h)'  _(d-h-d,y  ^^^ 

9  9  ' 

-d  A=rf(l-?^), (19) 

the  moment  of  tensile  stress 

and  the  moment  of  compressive  stress 

Therefore  the  total  moment  of  stress  is 

S^(6(m-m*)+^') (20) 

If  we  can  find  the  value  of  a  the  above  equation  will  de« 
termine  the  breaking  weight  for  a  beam  of  this  description, 

the  moment  of  stress  being  -j-. 

Now  what  appears  to  determine  rapture  is  the  maximum 
tensile  strain.  The  amount  of  elongation  with  the  maximum 
load  supported  was  found  in  the  examination  of  Mr.  Barlow's 
first  two  experiments  with  solid  beams  to  be  respectively 
•003777  and  004078.  For  his  third  and  fourth  experimenta 
the  modulus  of  elasticity  could  not  be  satisfactorily  determined, 
but  assuming  it  to  have  been  the  mean  of  those  found  in  the 
other  two,  or  20,236,000,  the  maximum  elongation  in  these 
cases  was  '004185  and  '004228.  Remarking  now  nearly  all 
these  values  approximate  to  each  other,  we  may  take  the 
amount  of  elongation  which  will  cause  rupture  at  about  "004. 

In  the  case  we  are  now  considering  the  maximum  elonga- 
tion is 

2<?A_S2— o— m  ,^.. 

^i=-^-]g — a — '  •  •  •  •  (^i; 

whence 

^^  s 

With  the  value  of  cr  so  obtained  the  moment  of  stress  will  be 
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given  by  equation  (20),  and  the  breaking  weight  may  thence 
be  calculated. 

Mr.  Barlow  made  experiments  on  six  patterns  of  beams  of 
this  description,  four  being  tested  of  each  pattern.  In  the 
Table  on  p.  426  are  given  the  mean  dimensions  for  each 
pattern,  the  breaking  weights  found  by  experiment,  and 
those  calculated  as  above. 

Except  in  two  instances  (those  of  patterns  5  and  6,  the 
second  of  which  should  on  any  theory  be  considerably  stronger 
than  the  first,  the  breaking  weights  according  to  Mr.  Barlow's 
formula  being  4935  and  5533  lb.  respectively)  the  agreement 
between  the  calculated  breaking  weights  and  those  found  by 
experiment  is  very  remarkable  ;  and  it  must  be  remembered 
that  these  values  are  not  obtained  from  an  empirical  formula 
with  arbitrary  constants. 

For  a  bar  of  square  section  diagonally  strained  the  height 

of  the  neutral  axis  above  the  lowest  point  is  determined  by  a 

cubic  equation 

,_rf_2c^ 

where  c=A~^.  ^     2      Sd'' ^^"^^ 

c  S 

But  as  7  =  1  —  p— ,  the  value  of  h  may  readily  be  found  by 

approximation  when  ei  is  given.  Taking  this  as  before  at 
'004  for  the  maximum  elongation  at  breaking  point,  and  S 
and  E  as  before,  we  find  A='5412(/. 

And  calculating  the  moment  of  stress  on  the  same  prin- 
ciples as  in  the  former  examples,  we  obtain  2894  lb.  for  the 
breaking  weight  of  a  bar  2*835  inch  in  depth  and  60  inches 
between  the  supports. 

Four  such  bars  were  tested  by  Mr.  Barlow,  and  the  weights 
with  which  they  broke  varied  from  2708  to  3268  lb.* 

The  case  of  flanged  girders  would  be  of  more  importance  if 
any  reliance  could  be  placed  for  practical  purposes  upon  the 
element  of  strength  in  question.  But  as  a  test  of  the  theory, 
the  correspondence  of  the  results  deduced  from  it  with  the 
facts  evinced  by  the  three  descriptions  of  beams  already 
noticed  is  amply  sufficient. 

It  may  therefore  be  regarded  as  proved  that  the  transverse 
strength  exhibited  by  cast-iron  bars  or  beams  can  be  accounted 
for  by  tensile  and  compressive  resistance  without  requiring 
either  to  exceed  those  found  to  exist  by  experiment  on  direct 

*  Experiments  on  similar,  but  smaller  bars,  showed  in  proportion  con- 
siderably greater  strength,  and  the  same  result  appears  in  comnaring 
experiments  with  square  bars  squarely  strained,  and  also  with  round  bars. 
In  fact  it  would  seem  as  if  the  tensile  strength  of  an  iron  casting  must  be 
greater  near  the  surface  tiian  in  the  interior,  as  was  found  by  Mr. 
Hodffkinson  to  be  the  case  in  regard  to  its  compressive  strength. 
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strain,  and  without  the  necessity  for  any  other  resistance  to 
flexure. 

And  considering  that  if  we  regard  an  ideal  vertical  section 
through  the  centre  of  the  beam,  the  whole  of  the  resistances 
must  be  represented  by  the  molecular  forces  between  the 
particles  on  the  opposite  sides  of  that  section,  it  is  obvious 
that  these  are  practically  none  but  ordinary  tensile  and  com- 
pressive stresses  *. 

It  is,  however,  only  by  considerable  overstrain  at  the  lower 
side  of  the  beam  that  these  forces  can  be  enabled  to  supply 
the  resistance  which  the  facts  prove  to  exist.  And  it  is  well 
known;  as  has  already  been  observed,  that  an  overstrain  is 
always  followed  by  more  or  less  set  after  the  pressures  causing 
it  are  removed.  And  it  is  also  well  known  that  frequent 
alternations  of  strain  and  release  cause  such  a  modification  of 
the  internal  structure,  that  with  the  lesser  strains  the  variations 
between  the  proportions  of  stress  and  strain  are  reduced 
and  the  elasticity  becomes  more  nearly  perfect.  And  with 
the  greater  strains  the  probable  effect  will  be  of  a  similar 
nature. 

The  capacity  of  the  material  for  overstrain  will  be  reduced 
without  any  increase  of  the  tensile  strength ;  and  if  the  extreme 
overstrains  were  frequently  repeated,  it  is  more  than  probable 
that  the  beam  would  be  broken  with  a  much  less  load  than  it 
supported  without  breaking  on  its  first  trial.  Such  an 
experiment  may  perhaps  never  have  been  made  as  to  subject 
a  beam  repeatedly  to  anything  near  the  breaking  load.  But 
the  vibrations  to  which  a  beam  is  exposed  when  employed  in 
a  railway-bridge  probably  cause  intermolecular  strains  of  as 
great  an  amount  with  a  similar  change  in  the  internal 
structure,  and  the  failure  of  such  beams  with  loads  no  greater 
than  they  have  frequently  borne  before  is  unfortunately  too 
common  a  circumstance. 

The  obvious  conclusion  is  that  the  excess  of  strength  for 
which  Mr.  Barlow,  and  it  may  be  added  the  present  writer, 
has  been  at  such  pains  te  account,  and  which,  teking  Mr. 
BarloVs  theory  for  granted,  practical  engineers  have  treated 
as  a  real  and  important  element  of  security,  should  not  be 
regarded  by  them  at  all,  but  the  efficient  transverse  strength 
of  a  beam  should  be  computed  from  the  tensile  strength  by 
the  old  method  of  calculation,  and  any  extra  strengtii  ex!nibited 
in  the  trial  of  new  castings  disregarded  as  transitory  and 
delusive. 

*  There  is  probably  alao  an  infinite^mal  resistance  to  flexure  resulting 
from  the  lateral  displacement  of  the  particles.  This  must,  however,  be 
so  eztremelj  small  as  to  be  inappreciable  in  compaiison  with  the  re- 
Histances  arising  from  tensile  and  compressive  stress. 
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XL VII.  Flexure  of  long  Pillars  under  their  own  Weight, 
By  Maurice  P.  PitzGbrald  *. 

THE  origin  is  taken  at  the  npper  end  of  the  neutral  axis, 
abscissse  being  reckoned  positive  vertically  downwards, 
and  ordinates  horizontal.  The  flexure  is  supposed  small,  and 
assumed  to  lie  in  a  vertical  plane.  The  symbols  employed 
are  as  follows : — 

H  =  total  height  of  pillar  ; 
h  =  height  below  top  of  any  point  in  it ; 
S  =  total  shear  on  a  section  normal  to  neutral  axis  ; 
M  =  bending-moment ; 
V)  =  weight  of  pillar  per  unit  of  length  ; 
E  and  I,  as  usual,  stand  for  the  coefficient  of  flexural  elas 
ticity,  and  moment  of  inertia  of  cross  section,  respectively. 


Taking  a  plane,  AB  (fig.  1), 
normal  to  the  neutral  axis,  the 
shear  on  this  plane  is  the  com- 
ponent along  it  of  the  weight 
of  the  upper  part  of  the  pillar 
(whose  top  is  supposed  free); 
for  small  bending  we  have  there- 
fore 


Fig.l. 


S^tirA^jf  nearly. 
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By  well-known  theorems,  ^  =  S  and  M=  —  EI  3^,  which 
give  by  substitution, 


dV 


^'S--*!- 


By  writing  fr  =^  ^^^  ''^^  'fT''  ^^*  takes  the  form 

da^  *  dx 

in  which,  putting  -/  =u,  we  get 
JPu 


dx^ 


=s  — IW  J?M, 


a  differential  equation  which  enters  into  other  questions. 
The  value  of  orf  =s^j  runs  from  0  at  top  to  1  at  foot  of 

I)illar;  m  has,  except  for  pieces  of  fine  wire  a  few  feet  in 
enffth,  or  for  very  unusually  tall  and  large  columns,  only  a 
small  fractional  value  in  practice. 
•  Communicated  by  the  Physical  Society:  read  February  26, 1892. 
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Integrating  the  equation  -jK  =  —  "*•*•  j?  ^  series,  we  get 

y=AU  +  BV, 
where 

^""^i        2T3T4"*"  2.3.5.6.7     2. 3. 5. 6. 8. y.  10 "*"••' 

y  is  another  series,  having  4?^  as  a  factor,  and  A  and  B  are 
arbitrary  constants. 

Calling  the  first  derived  function,  with  respect  to  4?,  of  U, 
U'  and  so  on,  the  condition  of  a  pillar  free  at  top,  and  fixed 
initially  vertically  to  a  rigid  base  is  expressed  by 

^  =AU'  +  BV  =0  when  a?=l,  t.  e.  at  foot, 

and 

^  =AU"  +  BV=0  when  ;c?=0, 1.  e.  at  top, 

since  there  is  no  bending-moment  at  top. 

As  y  contains  ^  as  a  factor,  the  second  of  these  gives  BaeO, 
and  the  first  then  requires  U'=0  when  «=1.  It  will  be 
found,  on  inspecting  the  curves  plotted  in  fig.  2,  that  a  value 

Fig.  2. 

^    ^='     ds^  dx 
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of  m  =  7*85  nearly  is  that  required.  For  dimensions  in  feet, 
and  for  steel  in  which  E  =  about  12,000  tons  per  square  inch, 
this  gives,  on  patting  in  the  numerical  valnes,  and  putting 
L  =  ratio  of  length  to  diameter, 

H  (in  feet)  =  — y^ —  for  steel  tubes, 

H  being  here  independent  of  the  thickness,  supposed  small ; 
and 

H  -s  — pj —  for  round  steel  rods, 

as  the  limiting  height  of  pillar  which  can  stand  without  bend- 
ing under  its  own  weight.  Thus  for  L:=100,  the  maximum 
height  is  about  800  feet,  giving  a  tube  8  feet  diameter. 
For  wires,  L  may  be  much  greater ;  for  instance,  the  limit  at 
which  bending  due  to  its  own  weight,  of  wire  originally 
straight  and '  vertical,  size  No.  28  S.W.G.,  must  occur  is 
about  1*8  feet. 

.  All  columns,  in  practice,  naturally  fall  far  within  the  limits 
here  given.  In  connexion,  however,  with  the  inherent  flexi- 
bility of  very  large  masses  under  their  own  weight,  even  when 
direct  crushing  is  prevented  (say  by  external  fluid  pressure), 
it  may  be  remarked  that  for  L  =:  4,  H  =  47  miles^  approxi- 
mately ;  so  that  a  solid  steel  column  12  miles  diameter  would 
bend,  even  if  prevented  from  bulging,  if  it  were  50  miles  high. 

The  only  case  of  interest,  besides  that  of  a  column  fixed  at 
its  base  and  free  at  the  top^  above  treated,  seems  to  be  that  of 
a  beavy  upright  column,  neld  at  top  and  bottom  by  external 
bending-moments  so  that  the  neutral  axis  is  ^rtical  at  both 
ends,  but  otherwise  free. 

In  this  case,  denoting  by  sufiixes  the  values  at  each  end, 
we  have 

AW  +  BVo'  =0,  AU/  +  BV/  =0, 

AW  +  BVo''=M,H^    AW  +  BV/'=M2H?. 

Vo'  and  W  are  both  zero  identically;  Uo'=l,  and  Vq''=:2, 
which  give  A=0  ;  2B  =  MiH^;  and,  on  substitution  in  the 
second  and  last  of  the  above  equations,  we  get 

BV/=0  and  MiV/'=.2M„ 

where,  in  V/',  the  value  of  wi  which  makes  V/=0  is  to  be 
inserted.  The  result  shows  that  there  is,  in  this  case,  a 
definite  ratio  between  the  external  bending-moments. 

Precisely  similar  results,  as  to  producing  bending,  would 
take  place  in  a  bar  accelerated  by  a  force  applied  at  its  back 
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end,  neglecting  longitadinal  sound-waves  ;  as  also  to  a  liquid 
filament  retarded,  if  it  possessed  uniform  stiffness  in  virtue  of 
any  internal  motion. 
Belfast,  February  1, 18d2. 

Since  the  above  was  in  print  Prof.  A.  G.  GreenhiU,  F.R.S., 
has  sent  to  the  writer  a  paper,  published  in  the  Proc.  Camb. 
Phil.  Soc.  vol.  iv.  1881,  written  by  him  for  Prof.  Asa  Gray, 
on  the  £p*eatest  height  of  poles,  masts,  and  trees,  consistent 
with  stability.  The  differential  equation  involved  is,  in  Prof. 
GreenhilPs  paper,  solved  by  the  aid  of  BessePs  functions,  and 
the  investigation  is  extended  to  the  cases  of  a  solid  cane,  and 
a  paraboloid  of  revolution,  the  general  form  of  the  solution 
for  certain  other  solids  of  revolution  being  given.  The 
results  for  a  wire  (allowing  for  a  slight  difference  in  the  value 
assumed  for  E)  given  by  Prof.  GrreenhiU  are  the  same  as 
those  above.  The  function  U'  tabulated  in  the  curve  fig.  2 
appears,  from  Prof.  Greenhill's  paper,  to  be  connected  with 
ijjcaf^)  by  the  relation 

Belfast,  March  Id,  1882. 

XL  VIII.  Note  on  the  Change  of  Heat  Conductivity  on  parsing 
isothermally  from  Solid  to  Liquid,     By  C.  Barus.* 

IN  an  earlier  paper  f  I  gave  an  account  of  the  volume 
expansion  and  of  the  change  of  thermal  capacity  of 
thymol,  observed  quite  through  the  temperature  interval 
d-QPG.  to  ^=50"^  (melting-point),  both  for  the  solid  and  the 
liquid  state.  I  have  since  considerably  extended  these  ob- 
servations. If  p  be  density  and  c  be  specific  heat,  I  found  for 
liquid  thymol  (0^-50°C.), 

l/p= 1-0113/(1 -(-OOOTeOO  +  2^)«) 
andc=-4475(l  +  -00238tf);  and  for  soKd  thymol  (0°-50^C.), 

1/p = •9681/(  1  -  (-0002456  +  2  0)9), 
and  c= -3114(1 +  '00302^. 

With  these  data  in  hand  I  was  able  to  attack  the  corre- 
sponding problem  in  thermal  conductivity.  I  made  use  of  a 
somewhat  modified  form  of  H.  F.  Weber's}  method,  since  it 
is  well  adapted  for  measuring  small  conductivities  and  meets 
other  requirements  of  the  present  problem.     If  A  be  the 

*  Oommunicated  by  the  Aathor. 
t  Cf.  Proceedings  Amfirican  Acad.  zztI.  p.  313  (18Q2). 
t  Wied.  Ann,  x.  pp.  103,804,  472  (1880). 
2G2 
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thickness  of  the  plate  of  thymol,  and  if  A;  he  its  absolute  heat 
conductivitj  (glcs),  I  found  for  the  solid  in  two  series  of 
experiments  relative  to  A='192  centim.,  ife=858/10*  at  12^; 
in  six  series  of  experiments  for  A=*153  centim.,  A=866/10' 
at  12^  ;  and  finally^in  eight  series  of  experiments  for  A ='107 
centim.,  i= 354/10*  at  11°.  Variation  of  A  was  introduced 
as  a  check  on  the  method.  Hence  the  mean  value  of  the 
absolute  heat  conductivity  of  solid  thymol  is  at  12^, 
i= 359/10*,  from  which  the  corresponding  datum  for  ther- 
mometric  conductivity,  /e,  may  be  deduced  by  aid  of  the 
above  results  for  thermal  capacity  and  density.  Thus 
^=1077/10'. 

In  the  case  of  liquid  thymol  at  the  same  temperature, 
although  I  made  a  very  large  number  of  experiment  I  only 
succeeded  in  obtaining  six  independent  series  faultlessly. 
These  were  made  relative  to  A=*107  centim.,  and  showed 
i^= 313/10'  at  13^  and/= 691/10'  at  13^  as  mean  values. 

The  data  show  that  if  the  increase  of  thermal  conduetiviiy 
of  thymol,  observed  on  passing  at  13°  from  liquid  to  solid  be 
referred  to  solid  thymol,  the  increment  of  absolute  conductirity 
((ife— it/)/*)  is  13  per  cent.,  M'hile  the  increment  of  thermo- 
metric  conductivity  is  nearly  36  per  cent.  If  the  increments 
be  referred  to  the  conductivity  of  liquid  thymol  at  13°,  they 
will  necessarily  be  more  striking^  being  15  per  cent,  and  56 
per  cent,  respectively. 

Now  in  the  analytical  theory  of  heat,  it  is  the  thormometric 
conductivity  which  enters  into  the  considerations  of  thermal 
flow,  and  the  marked  eflPect  which  changes  from  solid  to  liquid 
must  necessarily  produce  is  therefore  obvious. 

The  comparison  of  the  undercooled  liquid  with  the  solid 
may  be  deemed  objectionable  on  the  ground  of  possible 
polymerism.  To  say  nothing,  however,  of  the  enormoc^ 
complications  of  method  introduced,  little  would  be  gained 
from  an  application  of  pressure.  For  in  my  work  on  the 
continuity  of  solid  and  liquid  *  I  showed  that  tne  passage  from 
liquid  to  soUd  and  back  again,  isothermally,  by  pressure,  is 
perhaps  always  accompanied  by  hysteresis.  Tlymol  is  simply 
a  convenient  body  in  which  the  volume  lag  is  pronounced, 
and  is  observable  at  ordinary  temperatures  ana  pressures, 
whereas  in  other  substances  the  same  phenomenon  is  exhibited 
at  higher  temperatures  and  pressures.  Indeed  it  seems  idle 
to  ascribe  to  the  molten  liquid  a  more  intimate  relation  to  the 
solid  than  the  undercooled  liquid,  unless  it  be  clearly  specified 
which  this  relation  is. 

♦  American  Journal,  xlii.  p.  125,  1891 ;  cf.  p.  140. 
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XLIX.   Clioking  Coils. 
By  Professor  John  Perry,  D.Sc.^  F.R.S.* 

THERE  is  eddy-carrent  loss  of  power  in  all  the  conducting 
masses  of  a  choking  coil.  Hence  a  choking  coil  is 
really  a  transformer  with  one  primary  coii  and  many  secon- 
darieS;  and  much  magnetic  leakage.  In  a  transformer  with 
many  coils,  whether  or  not  they  have  magnetic  leakage,  it 
may  be  shown  that  any  given  group  of  secondaries  of  given 
numbers  of  turns  and  resistances  may  be  replaced  by  one 
secondary  without  affecting  the  currents  in  the  other  coils; 
and  we  may  take  a  choking  coil  to  be  a  transformer  with  a 
primary  coil  of  N  turns  and  resistance  R  ohms,  with  0 
amperes  flowing  at  any  instant,  the  potential  difference  at  its 
terminals  being  V,  and  a  secondary  coil  closed  on  itself  of  n 
turns,  resistance  r  ohms,  and  current  c  amperes. 

If  we  assume  that  the  induction  per  square  centimetre  /9  is 
the  same  everywhere,  and  if  it  follows  the  law 

fi  in  C.G.S.  units=^^sin  {ikt-\-e^, 

the  average  power  in  watts,  wasted  in  eddy  currents  in  the 
iron  per  cubic  centimetre  is 

if  the  specific  resistance  of  the  iron  is  taken  to  be  10*  C.G.S. 
units.  It  is  less  at  higher  temperatures,  being  inversely 
proportional  to  the  specific  electric  resistance  of  the  iron. 
Ihe  iron  is  supposed  to  be  of  wire  of  radius  r  centimetres. 
Even  when  we  leave  the  eddy-current  loss  in  the  copper 
out  of  account,  it  is  to  be  remembered  that  the  induction  is 
not  uniform  in  the  section  of  a  wire,  nor  is  the  average 
induction  in  each  wire  the  same  for  all  the  wireS;  and  there- 
fore the  real  loss  of  power  in  the  iron  by  eddy  currents  is 
always  greater  than  tne  result  of  applying  this  formula. 

I  am  going  to  assume  that  one  secondary  coil  with  no 
magnetic  leakage  may  be  substituted  for  all  the  eddy-current 
circuits,  and  this  is  the  same  as  assuming  the  truth  of  the 
above  rule.  I  ignore  magnetic  leakage  because  this  is  only  a 
preliminary  note,  and  such  experiments  as  have  hitherto  been 
made  do  not  enable  me  to  take  account  of  it,  for  there  are  no 
experimental  measurements  as  yet  of  the  want  of  uniformity 
of  the  induction. 

The  equations  of  the  two  circuits  are 

V=RC  +  N^I    and    0=rc4-ndl, 
*  Communicated  by  the  Physical  Society :  read  March  11, 1892. 
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if  I  is  the  total  induction  (lO^C.G.S.  units  being  taken  as 
the  unit  of  induction).     If 

A=NC  +  n(;    and     9=N»/R»  +  nVr» 

(the  term  n^lr^  being  really  negligible),  the  fundamental 
equation  for  calculating  1  is 

A  +  /yW=NV/R (1) 

Oiven  the  law  connecting  A  and  I  and  the  resistances  and  Y , 
I  may  be  calculated,  and  conseqaently  0  and  c.  Now  in 
ordinaiy  practical  transformer  calculations  A  may  be  neglected 
in  the  equation,  even  with  the  most  complex  law  of  mag- 
netization; and  it  is  this  that  causes  calculations  of  the 
induction  and  secondary  currents  and  voltages  in  the  most 
complex  cases,  and  even  the  primary  current^  unless  when 
there  is  a  small  load  on  the  transformer,  to  be  exceedingly 
easy  even  when  the  coils  are  curiously  connected  with  con- 
densers and  choking  coils,  and  when  there  is  much  magnetic 
leakage.  But  in  our  present  case,  it  is  A  itself  which  is 
wanted,  and  another  method  of  working  must  be  adopted. 
In  fact,  the  value  of  C  does  depend  very  much  upon  the  law 
of  magnetization. 

However  complicated  the  magnetic  law  may  be,  it  can  be 
expressed  in  the  shape  : — 
If  I = %^fi^i  sin  14?, 

then 

A=2A^{sin  (u?+/^)— A, sin  3 14?  + m^. sin  5m?— Ac}, 

X  being  any  quantity  which  increases  continually.  To  be 
strictly  accurate,  even  as  well  as  odd  harmonics  of  ix  exist  in 
A,  and  one  of  my  students,  Mr.  Fowler,  has  worked  them 
out  for  some  of  Prof.  E  wing's  curves  ;  but  the  above  formula 
has  been  found  by  Mr.  Field  to  be  sufBciently  accurate.  Of 
course,  instead  of  ix  we  may  have  {ix  +  ^^)  in  the  above  general 
expression. 

When  there  is  no  hysteresis,  y|=0.  When  there  is  con- 
stant permeability  (no  hysteresis  and  no  saturation),  not  only 
is/^=0,  but  i^=0,  m~0  Ac,  and  o-j=<7j. 

If  iJi.  the  magnetic  permeability  of  the  iron  is  constant  and 
the  magnetic  circuit  is  altogether  of  iron,  as  it  always  ought 
to  be  both  in  transformers  and  in  choking  coils,  o-]  stands  for 
4«-«/LtlO''*/X,  where  a  is  the  area  of  cross  section  of  the  iron 
in  square  centimetres,  and  X  is  the  average  length  of  the 
induction  solenoids  in  centimetres. 

Equation  (1)  becomes  in  the  most  general  case 

NV/R =SA.-^  cosy;. sin  {iJd  +  e^  +  (sin/,  +  giio-J  cos  (ikt  +  tfj 
— b^  sin  \iht  +  e^  +  m,  sin  b(ikt  +  ^i) } ; 
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and  hence^  if  V  or  I  is  given  as  a  periodic  fanction  of  the  time, 
the  other  can  be  found  and  A  and  therefore  o  or  0. 

If  y  is  a  simple  sine  function  of  the  time^  I  is  so  also,  with 
very  great,  but  not  perfect  accuracy.  Assuming  that  I  is 
a  simple  sine  function,  the  neglected  terms  in  Y  can  now  be< 
calculated.  The  only  problem,  however,  of  importance  is 
the  calculation  of  G  assuming  that  V  follows  the  law  y= 
Vq  sin  kt» 

We  may  take  }=]SP/B.     Hence 

^I^{y ^k)  cos  kt 

very  nearly,  and  if  e^^n^ak/r,  being  called  the  eddy-current 
effect, /being  the  hysteresis  term, 

C=Vor(l  +  2csin/+c»)^in|fe-.90^  +  ian-*(tan/+  ~^\' 

AcosSArf— mcos5A;n-5-N'<ri (2) 

We  see  that  the  effect  of  eddy  currents  without  hysteresis 
is  to  increase  the  amplitude  of  the  important  term  in  C,  and 
to  produce  a  lead  of  90^— cot"  ^«,  whereas  the  effect  of  hys- 
teresis without  eddy  currents  is  to  keep  the  amplitude 
unaltered  and  to  produce  a  lead  /.  If  /  is  put  equal  to  0, 
that  is  if  we  assume  no  hysteresis,  we  obtain  results  which 
seem  to  be  in  accordance  with  such  experimental  observations 
as  have  yet  been  made.  _       

The  effective  current  U  (if  V  is  the  effective  voltage),  with 
constant  permeability,  is  C=V/NVi.  With  hysteresis  (or 
with  no  hysteresis  but  some  saturation  of  the  iron),  but  no 
eddy  currents,  0=1*02  Y/lPak,  taking  b  as  -2. 

With  eddy  currents  and  hysteresis, 

C=V  4/1-04  +  2e  sin/  -f  ^/NV*. 

The  average  power  given  to  the  choking  coil  or  average 
value  of  V  C  is 

YU(e+  sin/)/(l+^  +  2esin/), 

neglecting  the  small  terms  due  to  b  and  m,  and  this  may  be 
done  in  aU  cases  where  thei*e  is  not  much  saturation. 

Probably  there  are  always  traces  of  the  terms  in  ikt  and 
the  higher  harmonics  in  both  V  and  I,  but  they  must  certainly 
exist  in  either  V  or  I  even  when  there  is  not  much  saturation. 

It  almost  seems  that  in  a  choking  coil  we  have  found 
what  has  long  been  looked  for,  a  method  of  increasing 
frequency  by  mere  magnetic  means.  A  condenser  shunting 
anon-inductive  part  of  the  circuit  would  receive  currents 
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in  which  the  higher  hftrmooics  would  be  greaUy  magaifled 
in  importance. 

To  show  the  magnitude  of  the  terms  in  ^2)  I  will  take 
a  well-known  1500-watt  transformer,  unloadea,  as  a  chokiDg 
ooil.  Here  9=7837.  The  total  average  power  wasted  in  heating 
the  iron  being  40  watts,  I  assume  mat  this  is  altogether  due 
to  eddy  currents.  Power  wasted  in  eddy  currents  being 
n»VoV2rN«,  we  have  n7r=2-117,  when  Vo=2828.  An  eddy- 
current  coil  which  would  replace  all  the  eddy-current  circuits 
is  a  coil  of  2  turns  whose  resistance  is  about  1*9  ohms,  short- 
circuited  on  itself. 

^=0-38,  if  A= 600. 
It  is  obvious  that  e  is  proportional  to  k  and  to  the  square  of 
the  radius  of  the  iron  wire. 

Assuming  constant  permeability  and  no  eddy  currents, 
C  =  -074  8in(Jfc«-90^). 

With  some  saturation  but  no  hysteresis, 
C=-079sin(fe-69°-2)--0148cos  3to--0037cos  5kt, 
if  6=0-2,  m=-05. 

These  values  of  b  and  m  are  usually  employed  by  me  for 
such  magnetizations  as  are  common  in  transformers.  When 
I  assume  the  existence  of  hysteresis,  I  take /about  20  degrees. 

L.  The  Recognition  of  Changes  of  Curvature  hy  Meant  of 
a  Flexible  Lath.  By  Spenceb  Umfbeville  Pigkebihg, 
F.R.S^ 

IF  when  a  number  of  experiments  are  plotted  out  they  form 
a  figure  exhibiting  any  sudden  changes  of  curvature,  it 
will  very  rarely  happen  that  the  position  of  these  changes  can 
be  located,  or  even  that  their  existence  can  be  recognized,  by 
mere  inspection.  To  search  for  them  by  deducing  various 
equations  mathematically,  involves  an  expenditure  of  time 
wnich  is  quite  prohibitory,  at  any  rate  in  the  case  of  a  figure 
v^th  many  breaks  in  it ;  and  it  is  therefore  highly  desiraUe 
that  some  more  expeditious  method,  such  as  the  CTaphic 
method  which  I  have  adopted  in  my  work  on  Sulphunc  Acid 
(Chem.  Soc.  Trans.  1890,  pp.  64,  331),  should  be  shown  to  be 
reliable.  X  trust  that  the  following  examination  of  various 
cases  will  show  : — (1)  that  this  method  leads  to  the  same  con- 
clusions as  does  the  mathematical  method,  which,  as  Mr. 
Lupton  says,  has  been  found  to  express  physical  facts  ^^  in  the 

freat  majority  of  cases  in  Physics  and  Chemistry  '^ — that  of 
tting  on  parabolas  of  the  form 

*  CommuDicated  by  the  Author. 
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(2)  that  the' evidence  as  to  the  existence  and  position  of  the 
breaks  obtained  by  this  method  is  certainly  not  dependent  on 
the  taste  of  the  drangbtsman  ;  and  (8)  that  the  splitting-np  of 
the  figure  into  di£Perent  sections  is  due  to  the  special  nature  of 
the  figure,  and  not  to  the  fact  that  any  figure,  whatever  may 
be  its  nature,  will  split  up  into  sections  of  any  defined 
character  provided  the  sections  taken  are  sufficiently  small, 

Mr.  Hayes  has  recently  shown  (Phil.  Mag.  vol.  xxxii.  p.  99) 
that  the  mathematical  basis  of  the  graphic  method  is  sound ; 
that  continuity  is  the  essential  feature  of  a  curve  formed  by  a 
lath  when  bent  by  forces  applied  near  its  extremities ;  and 
that  the  curve  is  of  a  high  degree  of  generality,  and  superior 
in  this  respect  to  the  parabolic  equations  ordinarily  employed. 
The  practical  results,  moreover,  which  have  so  far  been 
obtained  by  the  method  argue  strongly  in  favour  of  its 
validity :  various  properties  of  the  same  solutions,  though 
forming  figures  of  totally  different  general  appearance,  all 
indicate  consistently  changes  at  the  same  strengths ;  these 
strengths  correspond,  moreover,  to  solutions  of  definite  com- 
position ;  and  one  of  the  hydrates  thus  indicated  has  been 
subsequently  isolated  in  the  solid  condition. 

Experimentai  and  Graphie  Errors. 

The  known  magnitude  of  the  experimental  error  is  the 
chief  criterion  by  which  the  legitimacy  of  any  particular 
representation  of  a  series  of  points  can  be  determined ;  and 
no  representation  should  be  accepted  if  it  attributes  to  those 
points  an  apparent  error,  either  greatly  in  excess  of,  or  greatly 
inferior  to,  the  known  experimental  error.  If,  moreover,  as 
occasionally  happens,  two  difieront  drawings  show  the  same 
value  for  the  apparent  errors  of  the  points  which  they  are 
supposed  to  represent,  we  are  bound  to  accept  the  simplest  of 
the  two,  unless  any  independent  evidence  in  favour  of  the 
other  be  forilicoming. 

The  experimental  error  may  generally  be  determined  sati^ 
factorily  by  a  repetition  of  the  individual  determinations.  In 
the  present  case  various  series  of  freezing-point  determinations 
were  taken  as  instances  for  investigation ;  each  series  was 
performed  in  duplicate,  fresh  solutions  being  made  for  the 
duplicates,  and  if  any  exceptionally  large  difference  appeared 
in  the  results,  further  repetitions  were  made.  The  solutions 
used  in  the  repetitions  were  all  of  the  same  strength*,  and 
the  arithmetical  mean  of  the  various  observations  save  the 
mean  result  at  this  strength  ;  each  of  these  mean  resmts  gives 

*  Slight  enora  in  comporitiQD  doubtless  exist,  but  the  total  error  may, 
for  convenience  sake,  be  regarded  us  being  entazely  due  to  the  readings  of 
the  tharmometer. 
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one  ^^  point "  for  diagrammatic  purposes.  The  mean  error  of 
each  of  these  points  was  determmea  in  the  usnal  way  by  the 
equation 


V      n(n-l)     ' 


in  which  a,  fi,  &c.  are  the  differences  between  the  individual 
observations  and  the  arithmetical  mean  of  them,  and  n  the 
number  of  those  observations. 

To  determine  the  relative  acceptability  of  any  dravring  as  a 
representation  of  series  of  experiments;  several  considerations 
must  be  taken  into  account : — 

(1)  The  actual  magnitude  of  the  average  apparent  error  of 
the  points  as  compared  with  the  drawing. 

(2)  The  number  of  points  represented  by  it  as  showing  an 
exceptionally  lar^e  and  improbable  error. 

(3)  The  grouping  together  of  errors  with  like  signs. 

(4)  The  equivalence  of  the  sum  of  the  minus  errors  to  that 
of  the  plus  errors. 

As  far  as  I  know,  no  method  has  been  proposed  for  taking 
proper  account  of  any  of  these  points  except  the  first,  still  less 
for  combining  them  so  as  to  get  a  single  value  to  represent  the 
general  acceptability  of  the  drawing ;  and  although  the  method 
which  I  have  adopted  in  the  following  pages  mi^ht  be  improved 
in  abler  mathematical  hands,  I  think  that  it  will  be  found  to 
approximate  closely  to  a  mathematically  correct  method,  and 
it  IS  at  any  rate  convenient,  and  seems  to  lead  to  results  which 
are  fair  from  all  points  of  view.  I  mav  mention  that  it  was 
not  till  after  I  had  adopted  this  method  under  the  impression 
that,  though  fair,  it  was  entirely  arbitrary,  that  I  found  that 
it  could  be  justified  mathematically. 

1.  The  Average  Error. — ^There  is  no  difficulty  about  this  ; 
I  represent  it  by  ^..  It  is  generally  the  form  of  error  which 
is  alone  considered ;  but  I  think  that  it  is  of  less  importance 
than  the  others,  for  it  is  possible  to  make  a  palpably  unjasti- 
fiable  drawing  which  yet  attributes  no  more  than  the  average 
experimental  error  to  the  points. 

2.  Judging  from  experimental  results,  the  number  of  points 
which  may  reasonably  be  expected  to  show  an  error  greater 
than  twice  the  average  expenmental  error  is,  in  a  case  where 
each  point  is  the  mean  of  several  determinations,  between 
1  and  2  in  every  ten,  or  a  proportionately  smaller  number 
showing  greater  errors.  On  this  principle  the  excessive 
errors  may  be  estimated  by 

_  S'^m2e 

in  which  4  is  the  arithmetical  sum  of  those  errors  which  exceed 
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twice  the  average  experimental  error  e,  m  the  namber  of 
points  exhibiting  this  excessive  error,  and  n  the  total  number 
of  points  in  the  drawing.  If  e^  is  less  than  nnitj,  unity 
should  be  substituted  for  it. 

Referring  to  this  error,  Mr.  Hayes  has  recently  written 
to  me  as  follows : — "  I  have  been  looking  into  tne  values 
for  your  ^j  error,  and  find  reason  to  think  them  perfectly 
fair,  or,  if  they  are  unfair  at  all,  it  is  in  giving  too  modest 
an  estimate  of  this  error.  The  ideal  values  of  e^  I  find 
to  be  about  ^,  and  any  value  for  it  greater  than,  say, 
2  would  be  highly  improbable.  With  a  limited  number 
of  points,  the  fact  that  ez  was  less  than  ^  (or  1)  would  prove 
nothing.  I  am  inclined  to  think  something  involving  the 
ratio  of  the  found  sum,  s,  to  the  theoretical  sum,  s^y  would  be 
more  definite.  Your  numbers  are  hardly  large  enough  for 
big  values  of  Sy  since  they  vary  approximately  as  s  only.     I 

should  suggest  (—r)  ^  ^  suitable  expression  for  62,  calling 

it  only  1  if  it  were  less  than,  say,  about  3  or  4." 

3.  The  probability  of  a  drawing  will  generally  vary  in  some 
inverse  ratio  with  the  number  of  errors  with  like  signs  which 
it  represents  as  occurring  consecutively.  A  group  of  6  errors 
with  similar  signs  is  evidently  less  probable  than  two  separate 
groups  in  difierent  parts  of  the  drawing  with  three  each,  so 
that  we  cannot  get  any  estimate  of  the  relative  probability  of 
different  drawings  by  comparing  the  sum  of  the  numbers  of 
errors  with  like  signs  occurring  in  groups  ;  nor  will,  I  think, 
the  sum  of  the  squares  of  these  numbers  lead  to  a  just  estimate, 
for  it  appears  to  me  that  a  group  of  6  like  errors  is  more  than 
twice  as  improbable  as  two  groups  of  3  each.  I  have  therefore 
taken  the  sum  of  the  cubes,  and  as  the  actual  number  thus 
obtained  will  be  dependent  on  the  total  number  of  experiments 
dealt  with,  I  have  divided  this  sum  by  5  times  the  number  of 
experiments — 

_  mi*+tW2*  +  . .. 

In  determining  mj,  mj,  &c.  the  intervention  of  a  nil  error  is 
counted  as  a  cnange  of  sign ;  and,  as  in  the  previous  case,  the 
value  of  ez  is  never  allowed  to  fall  below  unity.  It  will  =  1 
if,  say,  in  twenty  points  we  get  ten  groups  of  2  similar  signs, 
four  groups  of  3,  or  one  group  of  4  with  one  group  of  3  and 
one  group  of  2. 

I  was  led  to  select  5  as  the  coefficient  of  n  by  determining 
what  coefficient  was  required  to  make  ^8=1  in  the  case  of 
numerous  series  of  imaginary  errors  constructed  by  drawing 
lots  for  the  signs  and  casting  dice  for  the  magnitude.  For  such 
a  purpose  the  faces  of  the  dice  must  be  marked  so  as  to  corre^ 
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spond  -with  the  values  given  bj  a  probability-ourve,  namely, 
2,  6-7,  12,  17-1,  23-3,  and  88-9,  average  16-7  ;  and  it  mnst 
be  remembered  that  all  numbers  below  a  certain  value,  de- 
pending on  the  scale  used,  will  count  as  0  in  the  practical 
examination  of  results.  It  was  found  in  this  waj  that  the 
average  value  of  the  coefficient  of  n,  when  the  total  number 
of  points  examined  was  9  to  18,  was  a  little  over  4,  so  that 
the  5  which  I  have  taken  leaves  some  margin  beyond  the 
average  value.  The  nature  of  the  e^  error  is  obviously  such 
that  it  may  lead  to  wrong  conclusions  in  some  cases:  judging 
from  the  results  with  £ce,  I  should  say  that  with  the  co- 
efficient 5  we  might  expect  ^3  to  be  rather  greater  than  unity 
in  14  cases  out  of  50,  but  that  in  only  2  cases  out  of  50  would 
it  reach  the  value  2. 

4.  The  equivalence  or  otherwise  of  the  sum  of  the  opposite 
errors  need  not,  I  think,  be  taken  into  consideration.  With 
the  mathematical  method  here  adopted  we  ought  to  get  an  exact 
equivalence  ;  and  if  in  using  the  graphic  method  we  make  a 
drawing  in  which  there  is  a  great  want  of  equality,  that  draw- 
ing must  be  rejected,  and  a  better  one  made.  At  the  same 
time  I  do  not  think  that  strict  equality  should  be  sought^  for, 
unless  the  number  of  points  available  is  very  large  (some 
hundreds),  the  equal  balancing  of  the  majority  of  the  errors 
of  different  signs  mav  be  upset  by  an  accidentally  large  error 
in  one  or  two  of  tnem.  In  tms  respect  I  think  Siat  the 
graphic  method  is  superior  to  the  mathematical  one ;  for 
making  the  sum  of  the  errors  of  opposite  signs  equal  may 
be  a  distinct  source  of  inaccuracy.  Thus,  if  eighteen  out  of 
twenty  points  lie  evenly  about  a  straight  line,  we  ought  gene- 
rally to  accept  a  straight  line  as  a  representation  of  them ; 
the  mathematical  method  would,  however,  lead  to  the  adoption 
of  a  curve  in  nearly  every  case  of  this  description.  Simikrly, 
a  curve  deduced  mathematically  from  a  given  number  of 
experimental  points  will,  when  produced,  nearly  always  de- 
viate much  farther  from  the  points  beyond  those  utilised,  than 
will  a  curve  drawn  with  the  lath. 

The  total  error,  E,  of  a  drawing  or  formula  is  taken  to  be 
the  product  of  €.,  €^,  and  e^ ;  and  in  any  good  representation 
this  product  will  differ  very  little  from  Cj,  and,  consequently, 
verv  little  from  the  asoertamed  experimental  error. 

Opinions  will  no  doubt  differ  as  to  the  relative  importance 
of  the  three  errors ;  but  whatever  be  the  demerits  of  the 
method  adopted,  it  will,  I  think,  be  found  to  be  fair,  and  it 
will  also  be  found  that  we  shall  generally  arrive  at  the  same 
qualitative,  if  not  quantitative  '^,  estimate  of  the  relative  merits 

*  The  e^f  0,,  and  «,  eiron  will  natunllj  have  different  relative  valaes 
aoeording  to  the  different  peculiarities  of  the  figures  under  investigation. 
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of  Tariona  drawings,  whether  we  consider  any  one. of  the  three 
errors  separately,  or  the  combined  results  of  ell  of  them. 
By  taking  account  of  the  extent  to  which  «,  is  less  than  the 
experimental  error,  and  of  the  extent  to  which  e^  and  e^  are 
less  than  unity,  it  would  obviously  be  possible  to  estimate  the 
improbability  of  a  dtawing  which  follows  the  experiments  too 
closely,  as  well  as  that  of  one  which  does  not  follow  them 
closely  enough,  su^  ae  is  here  alone  considered. 

Examinathm  of  Case  I. 
The  first  series  of  results  examined  consisted  of  the  freezing- 
points  of  solutions  of  propyl  alcohol  in  water  from  0  to  82  per 
cent,  in  strength.  They  are  given  in  the  first  part  of  Table  I.* 
The  average  experimental  error  is  *0215^.  The  figure  which  I 
consider  tney  form  is  represented  by  A  B,  fig.  1  (p.  445) .  Such 
a  drawing  represents  an  average  apparent  error  of  *0275^  in 
the  experimental  points  (column  m.  Table  II.),  and,  as  the  e^ 
and  «3  errors  are  less  than  uniiy,  the  total  error  of  the  draw- 
ing is  *0275  also,  or  1^8  times  the  ascertained  experimental 
error,  an  agreement  as  close  as  could  be  expected  when  deal- 
ing with  a  comparatively  small  number  of  points  f.  When 
drawn  as  four  curves  of  equal  length,  we  get  a  change  of 
curvature  at  the  same  place  as  in  the  two-curve  drawings 
and,  consequently,  a  slight  diminution  in  the  total  error-*^ 
to  r07  times  the  experimental  error  (column  v.), — but  so 
slight  that 'it  iii*ould  afford  us  no  justification  for  accepting 
such  a  drawing  in  preference  to  the  much  simpler  two-curve 
one,  this  latter  being  also  in  harmony  with  the  experimental 
error  J. 

*  It  was  subfiequently  ascertained  that  tiie  propyl  alcohol  here  used  waa 
not  quite  pure,  but  this  will  not  affect  the  results  for  the  present  purposes. 
Series  of  aeterminations  have  been  made  with  a  purer  specimen,  ana  the 
nature  of  the  figures  and  the  position  of  the  breaks  were  found  to  be  the 
same,  though  the  magmtude  of  the  depretsion  was  slightly  different. 

t  Any  iuawing  must,  in  the  case  of  the  present  lesults,  pass  through 
the  zero  point,  the  freesing-point  of  pure  water,  for  all  the  other  points 
are  determined  by  comparison  with  this.  Also,  any  two  consecutive 
curves  must  alwajrs  be  drawn  so  as  to  meet,  since  the  property  must  be  a 
conlonuoiis  ibaction  of  the  strength.  It  has  not  been  j&ouglit  necessary 
to  give  the  readings  of  the  carves  here,  or  the  values  given  by  the  equa- 
tions in  Table  nt.,  but  only  the  differences  between  them  and  tiie 
experimental  points. 

X  Since  writing  the  above  I  have  done  a  good  deal  more  work  on  the 
subject,  and  oonstder  that  a  closer  agreement  between  the  apparent  emr 
of  a  drawing  and  the  experimental  enor  than  is  found  in  this  and  in  some 
of  the  other  cases  hare  considered  may  be  expected.  But  to  obtain  sueh 
an  agreement  the  experimental  error  must  be  determined  by  some  means 
more  certain  than  that- of  the  comparison  of  duplicates.  The  results  of 
an  examination  of  about  ten  series  of  results  are  now  appearing  ii^  the 
Ber,  d,  deutsch.  chem.  Gesel. 
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A  three-curve  drawing,  in  which  a  change  of  curvature  conie» 
at  the  same  point,  would  of  course  «how  an  error  intermediate 
between  the  errors  of  the  two*curve  and  four-curve  drawings  ; 
whereas,  with  a  three-curve  dravring  in  which  the  breaks  do 
not  come  at  this  point,  as  in  the  case  where  the  three  curves 
taken  are  of  equal  length,  we  get  a  far  greater  error,  namely, 
86  times  the  experimental  error  (column  lY.) ;  and  a  drawing 
of  as  many  as  even  five  curves  of  equal  length  (column  vi.) 
gives  an  error  eight  times  greater  than  it  should  be. 

As  far  as  a  two-curve  drawing,  therefore,  the  figure  may  be 
simplified  either  with  no  appreciable  increase,  or  with  an  actual 
diminution  in  the  apparent  error  ;  but  further  simplification 
is  impossible,  for  an  attempt  to  draw  it  as  one  curve  gives  a 
result  of  which  the  total  error  is  many  thousand  times  greater 
than  it  ought  to  be  (column  ii.).  The  two-curve  drawing  is, 
therefore,  the  simplest,  and  the  only  legitimate  representation 
pf  the  experimental  values. 

The  next  point  examined  was  whether  the  two  curves  in 
which  the  figure  must  be  drawn  might  be  made  to  meet  at  any 
point  other  than  16  per  cent.  Columns  vin.  to  xui.  give  the 
results  obtained,  and  show  that  shifting  the  meeting-point  to 
even  the  next  experimental  point  on  eimer  side  of  16  percent, 
increases  the  total  error  to  from  270  to  20  fold  in  the  various 
cases,  and  that  the  farther  it  is  shifted  the  more  is  the  error 
increased. 

In  all  the  drawings  here  mentioned,  the  four  forces  applied 
to  the  ends  of  the  lath  were  such  that  the  direction  of  the  curva- 
ture was  the  same  throughout  [vide  suprhy'p,  141);  and  it  was 
evident  that  the  use  of  a  wavy  curve  would  in  some  cases 
produce  better  concordance.  I  therefore  examined  such 
cases  by  the  application  of  such  curves,  and  give  the  results 
in  columns  vii.,  xiv.,  xv.,  and  xvi.;  these  results,  though 
considerably  better  than  those  given  by  the  other  curves,  still 
exhibit  errors  far  too  great  to  permit  of  the  drawings  being 
considered  acceptable. 

For  the  mathematical  examination,  the  method  which  I 
have  emploved  is  the  more  usual  one  described  by  Mr.  Lup- 
ton  (Phil.  Mag.  xxxi.  p.  418),  but  not  applied  in  the  way  m 
which  be  applied  it,  for  that  method  of  application  neces- 
sitates the  employment  of  several  experiment  points  beyond 
those  which  are  actually  imder  investigation.  I  have  also 
introduced  one  more  term  into  the  equations  than  he  did. 

If  there  be  n  experimental  points,  and  the  values  at  j>i,  ^ 
Ac.  percentages  are  yi,  y^,  &c.,  then  the  values  for  the  con- 
stants of  a  parabolic  equation  of  the  form  y^a-^-hx-k^caf-^-  d^ 
may  be  found  from 
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na  +i'2«  +<j2jJ*+d2^=2y, 

a  2^  +  6  2  JJ*  +  c  2^*  +  d  Sof* = Sar'y, 
a  2a?*  +  6  2a^  +  c  2a:»  +  d  2jr*= 2.r*y  ♦. 

In  order  to  simplify  the  calculations  the  experimental 
results  were  reduced  so  as  to  apply  exactly  to  whole  number^, 
the  rate  of  change  being  determined  by  means  of  the  general 
curve.  The  .maximum  correction  which  had  to  be  applied  in 
any  case  was  less  than  *05°,  and  any  error  in  appljdng  thip 
must  have  been  quite  inappreciable.  The  reduced  values  ar0 
given  in  the  lower  part  of  Table  I. 

The  results  of  the  examination  are  given  in  Table  III. 
When  represented  by  two  equations  meeting  at  16  per  cent, 
we  get^  as  with  the  graphic  method,  a  totu  error  which  is 
practically  identical  with  the  ascertained  experimental  error 
— *95  as  compared  with  1*0  (column  ni.) ;  whereas  an  attempt 
to  represent  the  points  by  a  single  equation  produces  a  result 
with  a  total  error  633  times  greater  than  the  experimental 
error.  Columns  iv.  to  ix.  show,  moreover,  that  any  attempt 
to  alter  the  position  of  the  change  of  curvature  to  either  sioe 
,of  16  per  ceut,  induces  a  large  increase  in  the  total  error, 
and  makes  this  error  far  too  big. for  the  drawing  to  be  con- 
sidered acceptable :  also,  the  ft^rther  it  is  shifted  the  larger 
.  does  the  error  becopne.    The  last  three  columns  in  the  t^le 

*  It  may  be  convenient  to  quote  the  following  equations :  — 
1+2+8  ...+«  =  ^?^>,     . 

l»+2'+8....+n'-?^^±^5±li, 

l»+3'+8'...+«^-J2l^}', 

l'+2«+y...+n^-''<''+^>^^+y+»"-^), 

I'+y+y.  ■■+>.'= '"<*+^)'y+^-^>, 

1.  I  y  I  y       I  ^_»i(»+l)(2n+l)(8»«+(hi»-8n+l). 

Mr.  flajes  has  suggested  a  method  by  which,  when  the  values  of  x 
<tiffer  by  unity,  the  caiiculation  of  the  constants  may  often  be  considerably 
simplified.  If  the  number  of  points  is  odd,  we  may  take  the  middle 
pobt  as  oriijin,  which  gives  -2,  -1,  +1,  -f.2,  ftc.  as  th#  values  for  y  of 
,  the  other  pomts,  and  the  normal  equations  then  become 

262jr>+2rfSj?*«2«y, 

2a2jr>+2c2x*«2jr«y. 

2b2x^^2dSx»^2x*y. 
The  method  can  also  be  a|^plied  with  slight  modifications  in  caees 
where  the  number  of  points  u  even,  or  where  the  constant  difference 
between  successive  values  of  r  is  not  unity. 
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show  the  results  of  an  attempt  to  bridce  orer  the  change  of 
curvature  at  16  per  cent,  oy  a  single  equation :  any  four 
points  could  be  represented  with  absolute  exactness  by  an 
equation  such  as  is  here  used,  and  yet  we  cannot  get  an 
equation  to  represent  seven  of  the  points  in  this  part  of  the 
figure — three  on  eitiier  side  of  16  per  cent. — without  an  error 
twenty-one  times  greater  than  is  legitimate^  and  even  six  or 
five  points  cannot  be  thus  represented  without  this  error  being 
five  times  greater  than  it  should  be.  This  would  seem  to  be 
quite  conclusive  that  there  is  a  change  of  curvature  here  which 
cannot  be  smoothed  over  by  any  simple  equation  of  this  sort 

I  have  also  examined  mathematically  the  portion  from  16 
to  32  per  cent,  taken  separately,  to  ascertain  the  result  of 
representing  it  by  two  curves  instead  of  one^  and  find  that 
such  a  representation,  and  also  representations  in  which  any 
six  or  eight  of  the  nine  points  are  taken,  give  practically  the 
same  total  error  as  a  representation  of  all  the  nine  by  one 
equation — namely,  from  'OSl®  to  '025° ;  so  that  any  spbtting 
up  of  this  portion  of  the  figure  is  unjustifiable. 

Thus  it  will  be  seen  that  the  mathematical  examination 
leads  to  precisely  the  same  conclusion  as  does  the  graphic  ;  and 
'for  two  different  methods  to  lead  to  tlie  same  conclusion  as  to 
the  existence  and  position  of  the  breaks  must  be  a  strong 
argument  in  farvour  of  the  reality  of  these  breaks,  even  if  it 
'<xa  be  urged  that  neither  of  the  forms  of  curves  used  in  the 
two  methois  is  «  reaUv  suitable  one. 

It  may  be  noticed  tnat  the-  errors  given  by  the  one  method 
are  sometimes  larger  and  sometimes  smaller  than  those  given 
by  the  other,  though, their  general  tenour.is  always  the. same. 
lliis  must  inevitably  be  the  case  ;  for  the  bent-iath  curve  is 
not  a  parabola,  and,  in  addition  ta  this,  there  iu^  different 
sources  of,  inapcnraey  in  the  two  methods.  In  the  graphic 
method  we  have  varioas  errors  introduced  by  imperfect  plot- 
ting, reading,  and  drawing ;  while  in  the  mathematical  method 
the  curve  deduced  necessarily  makes  the  sums  of  the  positive 
and  negative  errors  exactly  equal,  which,  as  I  have  stated 
above,  does  not  necessarily  give  us  the  truest  representation. 

It  is  perhaps  not  altogether  unnecessary  to  correct  an 
erroneous  opinion  sometimes  held,  that  a  chao^  of  purvatnre 
in  a  M^es  of  fireezing-poinjb  ddterminations  implies  that  a 
different  substance'  or  hydrate  cryaiailiBes  from  the  solution. 
This  is,  of  course,  not  the  case-:  tiie  solvent,  water  in  the 
present  instance,  is  the  'CryBtaliiEmg  siAstance  throughout ; 
and  the  temperature  at  which  ice  can  be  separated  from  the 
liquid  is  as  much  a  continuous  property  of  the  solution  as  is 
any  :other  property  :  the  breaks  in  the  freezing-point  curves 
are  precisely  similar  to  those  in  the  denaity  &c.  curves. 
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Case  II. 
This  is  an  instance  of  a  break  of  a  very  uncertain  character, 
at  any  rate  as  to  its  position.     The  experimental  results  are 

fiven  in  Table  IV. :  they  consist  of  determinations  of  the 
epression  of  the  freezing-points  of  acetic  acid  by  propyl 
alcohol.  The  average  mean  experimental  error  is  0  '042  ; 
but  at  three  points  it  attains  exceptionally  large  dimensions, 
and  when  these  three  points  are  omitted  we  get  0^*029  as 
the  mean  error  :  when  determined  by  a  graphic  method  which 
I  have  described  in  the  Ber.  d,  deutsch,  chem,  GeseL  xxiv. 
p.  8332,  and  xxv.  p.  1100,  0°-027  was  obtained  as  the  mean 
error;  and  I  have  taken  the  mean  of  these  three  numbers, 
namely  0°*033,  as  the  most  probable  value  for  it. 

Fig.  1.— Per  cent,  of  Propyl  Alcohol  (for  A  B  and  0  D). 
6  16  24 


2-5  5-  r-5 

Mola.  Sugar  to  100  H,0  (for  EF). 


10 


On  examination  of  the  figure  it  appeared  to  consist  of  a 
curve  followed  by  a  straight  line,  the  break  being  at  about 
Phil.  Mag.  S.  5.  Vol.  38.  No.  204.  May  1892.        2  H 
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14*4  per  cent.  (C  D,  fig.  1) ;  and  such  a  drawing  gives  an 
average  apparent  error,  and  also  a  total  error,  of  0^*028,  or 
*85  times  tne  experimental  error  (column  ill.  Table  V.).  In- 
creasing the  number  of  curves  used  to  represent  the  figure 
produces  scarcely  any  appreciable  diminution  of  the  apparent 
error  till  as  many  as  five  curves  are  used  (columns  iv.,  v., 
and  VI.) ;  but  an  attempt  to  represent  it  by  one  curve  only 
(column  II.)  gives  an  average  apparent  error  of  0*096,  and 
a  total  error  two  hundred  times  greater  than  the  experi- 
mental error  (column  ii.).  The  two-curve  drawing  is,  there- 
fore, the  only  acceptable  representation. 

The  curves  here  mentioned  were  non-wavy  curves,  except 
in  the  case  of  the  one-curve  drawing,  and  a  difficulty  arises  in 
the  present  case  in  respect  to  this:  for  in  attempting  to  extend 
either  portion  of  the  figure  beyond  the  break  we  get  far  better 
concordance  by  using  wavy  curves,  and,  therefore,  we  ought 
to  use  them.  But  we  cannot  compare,  these  results  with 
those  obtained  with  a  drawing  locating  the  break  at  14'4  per 
cent.,  unless  in  this  drawing  also  we  use  wavy  curves.  But 
the  substitution  of  a  wavy  curve  for  the  straight  line  in  the 
second  part  of  the  figure  is  evidently  (to  my  mind)  unjusti- 
fiable, for  it  follows  the  points  more  closely  than  the  experi- 
mental error  in  this  region  justifies.  For  the  sake  of  com- 
parison with  the  results  obtsaned  by  parabolic  equations  with 
four  constants,  it  is  also  necessary  to  use  wavy  curves.  The 
only  thing  to  be  done,  therefore,  is  to  use  them  throughout, 
bearing  in  mind  that  they  give  errors  which  are  too  small : 
the  use  of  such  curves,  moreover,  masks  the  precision  of  the 
break  to  a  very  large  extent ;  for  the  first  portion  of  the 
figure  cannot  be  extended  at  all  beyond  J.4*4  per  cent,  by  a 
non-wavy  curve  without  a  considemble  increase  of  error, 
although  as  far  as  this  point  such  a  curve  gives  just  as  good 
results  as  a  wavy  one. 

The  results  given  in  columns  vii.  to  xv.  show  that  there  is 
an  increase  of  error  on  attempting  to  make  the  break  occur  at 
any  point  other  than  about  14  per  cent.,  although  the  increase 
is  but  small  in  the  cases  where  it  is  moved  to  16  or  18  per  cent. 

Table  VI.  contains  the  results  of  the  mathematical  ex- 
amination. Both  as  to  the  good  results  obtained  by  two 
equations  (which  are  comparable  with  those  in  column  xi. 
Table  II.) ;  the  impossibility  of  using  only  one  equation ;  and 
the  increase  in  the  error  when  the  position  of  change  is 
shifted  to  either  side  of  14*4  per  cent. — ^very  small  at  first 
but  increasing  with  the  distance  to  which  it  is  shifted — the 
general  tenour  of  the  results  is  the  same  as  that  of  those 
obtained  by  the  graphic  method — a  break  at  about  14  per 
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cent.^  with  a  possible  error  of  several  units  per  cent.,  which 
error  would,  however,  be  considerably  diminished  if  we  were 
not  using  equations  and  curves  of  a  complexity  greater  than 
the  results  seem  to  justify. 

In  the  case  of  a  feebly  marked  break  of  this  sort,  a  single 
equation  will,  naturally,  bridge  it  over  for  a  considerable 
distance ;  but  the  results  in  columns  x.  and  xi.  show  that  a 
single  curve  of  the  same  length  as  those  which  I  consider  re- 
present the  results  cannot  be  applied  to  this  part  of  the 
figure  without  increasing  the  apparent  error,  and  even  if  there 
were  no  increase  in  such  a  case,  it  must  be  remembered  that 
this  representation  could  not  be  accepted,  for  it  would  necessi- 
tate the  use  of  three  equations  to  represent  the  whole  of  the 
figure,  whereas  two  are  sufficient,  and  give  results  in  good 
accord  with  the  experimental  error. 

It  may  be  mentioned  that  the  position  of  this  break  (14*4 
per  cent.)  corresponds  to  an  exact  molecular  proportion, 
OsHgOj  :  6C2H4O2  requiring  14*3  per  cent.  This  is  the  only 
break  amongst  those  investigated  in  the  present  conmiuni- 
cation  in  wnich  the  proportion  of  dissolved  substance  is 
sufficiently  large  to  admit  of  any  statement  as  to  the  indica- 
tion of  definite  molecular  proportions. 

Case  III. 

The  freezing-points  of  aqueous  solutions  of  cane-sugar  were 
the  subject  of  investigation  in  this  case,  and  the  experimental 
values  nave  already  been  published  in  the  Berichte  der  deutsch, 
chem.  Gesel.  (xxiv.  p.  3333),  together  with  some  details  of  an 
examination  both  by  the  graphic  and  mathematical  methods. 
The  two  methods  were  found  to  agree  most  fully  in  showing  that 
one  parabolic  or  bent-lath  curve  cannot  represent  the  results, 
but  that  two  such  curves,  meeting  at  2  to  2*5  molecules  to 
IOOH3O  (see  E  F,  fig.  1),  would  do  so.  The  experimental 
error  was  found  to  be  0'023°,  and  the  apparent  errors  of  the 
representation  were  as  follows  : — 


Graphic  Method.  Math.  Method. 
...     -058°  -054^ 

Drawn  as  1  curve     -J  E 39-15°  9-5° 

Rel.  error   1700  413 


I'. 


,,        2  curves    )e.......!.   '0270°  -0257° 


•0250°  -0193° 

,.        .^r,      1    -.^ -0270°  -025: 

meeting  at  2-5  mols.  I  jj^l^^,,^    1-2  M 

ZH2 
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In  Table  "VII.  I  have  given  the  results  obtained  by  the 
Graphic  method  when  sections  of  different  length,  starting 
from  the  lower  end,  are  drawn  as  one  curve.  Thus  when  only 
^  of  the  whole  figure  are  drawn  in  one  section  (column 
VIII.)  the  average  error  is  only  very  slightly  too  small ;  it 
becomes  practically  identical  with  the  experimental  error 
when  Y^  of  the  figure  are  taken  (column  vu.),  and  the  length 
of  the  section  ts&en  may  be  increased  to  ^i,  -J^,  and  even 
^  of  the  whole  (columns  vi.,  v.,  and  ii.)  without  any 
appreciable  increase  in  this  error  ;  whereas  as  soon  as  a  par- 
ticular point  is  passed,  an  increase  in  the  length  of  the  section 
taken  involves  a  rapid  increase  in  the  apparent  error,  so  that 
the  remaining  -^  of  the  figure  cannot  be  included  in  the 
drawing  without  giving  an  average  apparent  error  2*6  times 
greater  than  it  should  be.  The  average  error,  e^  has  alone, 
as  will  be  seen,  been  considered  in  this  case,  and  the  numbers 
would  have  been  far  more  striking  if  the  total  errors  had  been 
taken ^,  but,  even  without  taking  these,  the  results  afford  a 
striking  illustration  that  the  breaking  up  of  a  figure  into 
separate  sections,  when  examined  by  the  lath,  is  by  no  means 
analogous  to  the  splitting  up  of  a  figure  into  separate  sections 
of  any  unsuitable  form,  which  necessarily  shows  a  gradually 
decreasing  concordance  with  the  experimental  points  as  the 
lengths  of  the  separate  sections  are  increased  :  nere  we  find 
practically  no  decrease  till  a  certain  length  is  reached,  and 
then  there  is  a  rapid  decrease.  The  break  in  the  case  of  these 
results  is,  moreover,  one  which  I  should  by  no  means  term  very 
well  marked. 

Case  IV. 

This  is  an  instance  of  a  break  between  two  curves  of  which 
the  carvatare  (in  the  form  of  plotting  used)  is  in  the  same 
direction.  The  experimental  results  (Table  VIII.)  refer  to  the 
depression  of  the  freezing-point  of  benzene  by  ethyl  alcohol. 
Two  entirely  different  samples  of  alcohol  (one  of  which  was 
prepared  in  Prof,  van  t'Hoff's  laboratory)  were  used,  the 
determination  with  this  latter  sample  being  marked  by  an 
asterisk  in  the  table.  The  two  series  agree  very  closely 
together,  although  the  solutions  in  the  case  of  one  of  them 
were  not  made  up  with  very  great  exactness.     The  mean 

♦  For  the  two-cuive  drawing,  with  a  break  at  2  molfl.,  the  total  error 
is  1*27  times  the  experimental  error;  for  the  one-curre  drawing 
(colunm  in.)  it  is  426  times,  and  for  a  one-curve  drawing  from  1  mole- 
cule downwards  (colunm  iv.)  it  is  4*3  times  the  experimental  error. 


Digitized  by 


Google 


Changes  of  CurvcUure  hy  Means  of  a  FUcsihle  Lath.    449 

Fig,  3. 
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experimental  error  determined  by  the  graphic  method  was 
0"0021°;  and  a  two-curve  drawing,  such  as  that  shown  in 
fig.  2,  AB,  gives  a  mean  apparent  error,  and  also  total  error, 
of  almost  exactly  this  amount,  namely,  '0020  (column  x.,  Table 
VIII.)»  but  an  attempt  to  represent  the  results  as  a  single 
curve  increases  the  apparent  error  to  5  times,  and  the  total 
error  to  219  times  the  known  experimental  error. 

The  examination  by  the  mathematical  method  shows  that 
two  parabolas  will  represent  the  results  with  nearly  as  close 
an  agreement  with  the  experimental  error  (1*5  times  this 
error*)  as  two  bent-lath  curves  do,  but  that  a  single  para- 
bola is  even  more  inapplicable  than  a  single  beut-lath  curve, 
the  total  apparent  error  according  to  it  oeing  no  less  than 
3380  times  greater  than  the  experimental  error. 

Some  little  doubt  was  entertained  at  first  as  to  the  exact 
position  of  the  break  in  this  case,  chiefly  owing  to  the  diflSculty 
of  getting  a  lath  of  a  flexibility,  and  sectional  paper  of  a  size 
and  accuracy,  suited  to  the  curvature  of  the  figure  and  to  the 
experimental  error,  so  the  values  were  manipulated  in  a 
variety  of  ways,  and  the  results  form  a  striking  illustration  of 
how  independent  the  recognition  of  a  true  break  is  of  the 
nature  of  the  ordinates  and  abscissae  selected  for  the  plotting, 
for  all  the  figures  illustrated  in  fig.  2  concur  in  placing  a 
break  at  the  same  point,  0*8°,  in  spite  of  the  gre<it  dissimi- 
larity of  their  general  form.     The  various  plottings  are  : — 

A  B.  Depression  against  molecular  composition. 
Depression  against  percentage  composition  gives  a  y&ry 

similar  figure. 
AG.  Depression  minus  the  readings  of  a  selected  parabola 

against  molecular  composition.    (A  depression  of  8° 

becomes  0^  according  to  this  plotting.) 
DE.  Depression  against  the   reciprocal  of  the  molecular 

composition. 
FG.  Depression  against  the  logarithm  of  the  molecular 

composition. 
H  I.  Half  the  square  of  the  depression  against  the  molecular 

composition. 
J  K.  De|)ression  against  the  square  root  of  the  molecular 

composition. 

The  numbers  given  at  the  top  of  the  figure  refer  to  A  B  and 
A  C  only.     In  the  case  of  H I  only  should  there,  I  think,  be 

*  The  excess  in  this  case  maj  be  due  to  some  small  error,  of  which 
there  are  indications,  but  which  I  cannot  locate,  in  the  equation  for 
the  second  portion  of  the  result. 
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any  doubt  as  to  the  position  of  the  break  ;  by  using  a  non-wavy 
curve  for  the  first  portion  of  the  figure  in  this  case  the  break 
nught  be  made  to  occur  at  the  experimental  point  next  above 
that  shown  for  its  position  in  the  figure. 

The  particular  figure  which  was  selected  for  the  graphic 
and  mathematical  examination  is,  it  will  be  noticed;  uie  one 
which  exhibits  the  greatest  seeming  regularity,  and  which 
would  appear  most  favourable  for  representation  by  a  single 
curve. 

The  instances  here  detailed  will,  I  trust,  be  sufficient  to 
show  the  very  strong  nature  of  the  evidence  as  to  the  reality 
of  these  changes  of  curvature  :  that  the  recognition  of  them 
is  certainly  not  a  mere  matter  of  taste  on  the  part  of  the 
draughtsman,  even  in  the  case  of  feebly  marked  breaks,  and 
that  the  deduction  of  parabolas  from  the  experimental  results 
themselves  tends  to  precisely  the  same  conclusions  as  the  much 
more  expeditious  method  of  examining  the  results  with  a 
flexible  lath.  At  the  same  time  I  trust  that  the  present 
communication  will  show  that  the  application  of  the  graphic 
method  requires  a  great  amount  of  care  and  a  close  attention 
to  experimental  and  other  considerations,  and  it  is  to  be 
feared  that  the  hurried  use  of  it  by  those  who  have  not  taken 
the  trouble  to  master  the  necessary  details,  or  to  acquire  the 
requisite  amount  of  skilly  may  bring  it  into  undeserved 
disrepute. 

It  must  be  remembered,  of  course,  that  a  bent-lath  curve 
is  not  necessarily  suited  to  every  curvilinear  figure,  any  more 
than  is  a  section  of  a  parabola  ;  but  as  far  as  my  experience 
goes  the  application  of  a  bent  lath  to  a  curvilinear  figure 
differing  materially  from  a  bent-lath  curve  (such  as  a  large 

Eortion  of  an  hyperbola)  would  not  lead  to  wrong  conclusions, 
ut  simply  to  no  conclusions  at  all.  In  such  a  case  we  find 
that  the  error  of  the  drawing  increases  regularly  with  the 
length  of  the  figure  drawn  in  one  section,  and  that  any  supposed 
breaks  to  which  we  may  have  been  erroneously  led  by  the 
examination  will  be  found  to  be  false  when  the  method  of 
plotting  is  altered  so  as  to  obtain  a  figure  of  a  dificrent 
character. 

October  1891. 
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Table  I. — ^Depression  of  the  Preezing-Point  of  Water  by 
Propyl  Alcohol. 


Experimental  Besolts. 


Per  cent. 

Depresfflon. 

Mean 
error. 

Per  cent. 

DepreBsion. 

Mean 
error. 

2027 
3-974 
6-867 
7-916 
10-026 
11-917 
13-968 
16-926 

r  1-851 1.a„ 
1 1.860  }l-85« 

f  26821  2-0, 
1 2-597;  2 '^"^ 

{IIP}  3^ 

•0050 

0 
•0046 
•0076 
•0040 
-0040 
-0130 
•0190 

17902 
19-892 
21-884 
23-871 
25-936 
27-891 
29-902 
31-878 

/6°7021g.fi.T 
'?:t^}7-613 

•0610 
•0645 
-0306 
•0646 
•0030 
•0386 
•0146 
-0100 

2 
4 
6 

8 
10 
12 
14 
16 

•601 
1-207 
1-900 
2-620 
3-241 
4-026 
4782 
6-601 

18 
20 
22 
24 
26 
28 
30 
32 

6-688 
7-663 
8109 
8-673 
8-822 
9-101 
9-212 
9-469 
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Table  III. — Depression  of  the  Freezing-Point  of  Water  by 

Mathematic3il 

(Average  Experimental 


I. 

Per  cent. 
Alcohol. 

When  represented  hy 

II. 

lEquA- 
tion. 

IIL 

2Equa. 

tionB 

meeting  at 

16  per  cent. 

IV. 

10 
per  cent. 

V. 

12 
per  oenL 

VI. 

14 
percent. 

! 

2 

4 

6 

8 
10 
12 
14 

16 

18 
20 
22 
24 
26 
28 
80 
32 

Sum 

-  -069 

-  053 

-  052 

-  ^022 
+  ^143 
+  ^164 
+  ^214 

+  ^186 

-  ^144 

-  303 

-  -222 

-  -136 
+  -061 

+  •loe 

+  -178 

-  -052 

+1052 
-1-053 

•1316 
38-3 

2-70 
13-606 
633* 

-<g)l 
+■022 
-014 
-•049 
+  043 

0 
H-Oll 

r--oi2i 
(-•oos; 

+•015 
-•021 
+■023 
-020 
+  •024 
-•010 
+  036 
-Oil 

+  174 
—173 

•0204 

1 

1 

•0204 

0^95* 

o 

-•042 
+  029 
+  134 

+•160 

-121 
-•240 
-132 
-•038 
+•145 
+•148 
+•148 
-•192 

+•764 
-•765 

•128 

40 

1-95 

9-99 

499t 

o 

—097 
+•159 

+  ■249 

--036 
-•201 
-•159 
-125 
+•026 
+•048 
+•143 
—003 

+•625 
--620 

•113 

36 

1-8 

7-32 

407t 

o 

-'•109 

+  190 

+  027 
-•088 
-•048 
-•051 
+■016 
+•017 
+•079 
-061 

+•359 
-•357 

•0?2 
15-3 
125 
1-377 

0, ,,.,. 

1  •• •.... 

«_ 

a 

«. 

i  :::::::;.::.;:: 

Bel.  errop   ... 

*  Compared  with  the  experimental  error  as  unity. 

t  Compared  with  the  total  error  (E)  of  the  same  portion  of  the 


Constants  of  the  Equations,  x^2p.    The  starting- 


p- 

a. 

h. 

c. 

d. 

0to32 

•48111 

■053856 

—0029464 

0„  16 

...••• 

•586112 

•014257 

-•0000237 

16,.  82 

65959 

1-26382 

-•164645 

+•008376 

10  „  32 

81991 

•8448 

•01410 

-'0aS697 

12  „  32 

89275 

1^06653 

-•053527 

-0002253 

14„32 

4^6728 

12209 

-•10647 

-003253 
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Propyl  Alcohol :  Apparent  Errors  when  examined  by  the 
Hetnod. 

Error  =-0215^) 


two  Equations  meeting  at 

When  represented  by  one  Equation  from 

vn. 

vm. 

IX. 

X. 

XI. 

XII. 

18 

20 

22 

10  to  22 

12  to  22 

12  to  20 

percent 

percent. 

per  cent. 

per  cent. 

per  cent. 

percent 

+•011 
+•029 
-•021 
-069 
+•018 
-013 
+•035 

+•035 
+  057 
-•002 
-•071 
-•006 
-056 
-•018 

-•017 

0 
-•033 
-■058 
+•051 
+O30 
+  067 

+•038 
-•088 
-001 

+•009 
-•043 

+•011 
-043 

+•082 

+  •036 

+•072 

+•116 

+  072 

+•059 

-072     . 

-■088 
+  115 

-•163 
—148 
+•201 

-■036 
-•062 
+•033 

-■025 
-•019 
+•007 

—037 
+•009 

+•176 
-175 

+•243 
-•241 

+•421 
-•419 

+•187 
-•187 

+•088 
-•087 

+•079 
-•080 

•039 
4-7 

1 
•183 

lit 

•048 

80 

4-45 

1-710 

95t 

•075 
19 
1-4 
1997 
lilt 

•053 
91 
1 
•482 
21 1 

•029 
225 

1 
•065 
5^0 1 

•032 
195 

1 
•062 

4-5t 

figure  when  it  is  drawn  as  two  curves  meeting  at  16  per  cent  (ool.  III.) 
point  of  the  Equation  is  taken  as  its  origin. 


p- 

a. 

b. 

c. 

d. 

0tol8 

•6085 

•001909 

•001352 

0„  20 

•64752 

•011618 

•002373 

0„  22 

••>•. 

•56452 

•019959 

-•000236 

10„22 

82791 

•53400 

•13976 

-•015614 

12  „  22 

40388 

•53333 

•20087 

-•028866 

12„20 

4-0362 

•5440 

•18379 

-•024864 
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Table  IV, — Depression  of  the  Freezinff-Point  of  Acetic  Acid 
by  Propyl  Alcohol. 

Experimental  Besnlts. 


Per  cent 
Alcohol. 

Depreation. 

Mean 
error. 

Per  cent 
Alcohol. 

Depression. 

Mean 
error. 

2-001 

{fig}i«. 

<g)6 

16-114 

{ \Z]  ^^^ 

-Sin 

2-936 

{is;j'*« 

•009 

18-089 

{}ir6i}n-no 

{}|f?J}  12-433 

■037 

4-(»3 

/  2-625  \o.rcoo 

12-541  [2-533 
r  81421 

-008 

20-166 

-039 

6028 

8163    8-143 

•004 

/ 13-840  K«-j^ 
1 13-732/^^^^ 

1 3-133  J 

22141 

-064 

f  3-7231 

6-974 

3-615    3-660 

1 3-641 J 

•033 

r  14-783^ 
15-021 

{iSS}**" 

24-108 

.  16-267 

16-020 

•100 

7-031 

•048 

14-828 
^  14-722  j 

r  4-8611 

8-066 

4-902    4-926 

1 6-016  J 

•046 

f  16-829^ 
16166 

{'Xi^-^ 

26-148 

•  16-606 

16^400 

•135 

9-077 

-032 

16-198 
L16-202, 

f  6-1111 

10-067 

{6103    6-095 
16-062J 

-016 

^7-624^ 
17-622 

12-100 

f  7-4731 
7-313    ..o5« 
7-367  ^^^ 

•046 

28-149 

.  17-863 
18-130 
,18-076j 

17-863 

•107 

[7-266  J 

19-2301 

140i3 

r  8-395^ 

8'4oO  1   0,AAI\ 

8366  ^**^ 
18-513  J 

•036 

30-196 

19-217      ,Q.orw. 

19117  ^®^ 
.19-231 J 

•090 

2 

1-259 

14 

8-415 

3 

1-861 

16 

9-681 

4 

2-494 

18 

11-067 

6 

3126 

22 

12-322 

6 

3-676 

20 

13-692 

7 

4-289 

24 

14-948 

8 

4-886 

26 

16-304 

9 

5-492 

28 

17-764 

10 

6-056 

30 

19-069 

12 

7-293 
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Table  Y I. — Depression  of  the  Freezing-Point  of  Acetic  Acid 

Mathematical 

Mean  Experimental 


I. 

Percent 
Alcohol. 

When  represented  by 

When  repreeenled  hy 

II. 

lEqua- 
tion. 

IIL 

2Equa. 
tions  meet- 
a  little  be- 
yond 14. 

IV. 

8 
percent 

V. 

10 
percent 

VI. 

12 
peroent 

1 
i 

2 

3 

4 

6 

6 

7 

8 

9 
10 
12 
14 
16 
18 
20 
22 
24 
26 
28 
30 

6uni......t*t  ■ 

-•015 
-■002 
-023 
-•046 
+011 
+•001 
+•008 
+■006 
+  045 
+  016 
+  111 
+■076 
-■061 
-•042 
-110 
-■029 
-009 
-•040 
-hll5 

+  •338 
-•377 

•040 
2-35 
8-3 
1-494 
45* 

-•003 
+013 
-O07 
-•032 
+•022 
+•007 
+•006 
-•007 
+  021 
-•039 
+015 
+■036 
-•047 
+O10 
-037 
+•043 
+•036 
-•058 
+•022 

+■230 
-•230 

•024 

1 
1 

•024 
0-73* 

o 

WW" 

-077 
-•053 
-•084 
+  040 
+•053 
-■029 
+  •041 
+■009 
+  098 
+  092 
-031 
-007 

+•333 
-•328 

■051 
20 
2-2 

•292 
lO^lt 

o 

+007' 
-•016 
+  056 
+■042 
-057 
-003 
-•044 
+■046 
+■046 
-O50 
+  012 

+  •207 
-•200 

■037 

1 
1 

•037 
lit 

0 



... 

-^23* 
+•051 
+O30 
-■071 
-010 
-■041 
+056 
+-059 
-•044 
-■004 

+'196 

«, 

-•193 
■089 

1 

e« 

1 

*a • 

e. 

1 

i...::: 

Rel.  error    ... 

039 
12t 

*  Compared  witli  the  experimental  error  as  unity. 

t  Compared  with  the  toUl  error  (E)  of  the  same  portion  of  the 


Constants  of  the 


p^ 

a. 

b. 

c. 

<L 

0to30 
0.,  14 

16  „  30 
8,.  30 

10,.  30 

97164 

48394 

6-0617 

•••••• 

12545 
12696 
1-2996 
1-1376 
116514 

-011216 

-014712 

■00352 

•025677 

•020863 

•0008664 
•0007683 

•ajosaM 

—0010604 
-•0007176 
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by  Propyl  Alcohol :  Apparent  Error  when  examined  by  the 
Method. 

Error =0-088°. 


two  Equations  meeting  at 

By  one  Equation  from 

VII. 

viri. 

IX 

X 

XL 

16 

18 

2 

6to20 

7  to  22 

percent 

percent 

per  cent 

per  cent 

percent. 

o 

o 

o 

■■    -    ■         ■  ■■     -            1 

—001 

+  006 

-005 

+  015 

+•022 

+•012 

-1106 

-•002 

-Oil 

-032 

-•030 

-•037 

o 

+  020 

+•017 

+  016 

+•102 

o 

+•004 

-002 

-001 

+•035 

-•004 

+•003 

-•009 

-•002 

-•004 

-•Oil 

-•010 

-023 

-•012 

-040 

-•025 

+  020 

+■007 

+•021 

-024 

+•006 

-•032 

-037 

-018 

-•072 

-•035 

+•039 

+•057 

+•073 

+•034 

+  062 

-020 

+•042 

+•046 

+  030 

+•042 

-•047 

-•070 

-•063 

-061 

-•012 

+  002 

+■009 
+  016 

+  101 

+•161 

+  166 

+•203 

+•136 

-•099 

-160 

-168 

—203 

—134 

•017 

•025 

•024 

•024 

•027 

1 

1 

1 

1-3 

1 

1 

1 

1 

16 

1 

•017 

•025 

•024 

•050 

•027 

It        j       r3t 

l-3t 

24t 

12t 

figure  when  drawn  as  two  curreB  meeting  at  about  14  per  cent  (col.  ICL). 
EquntionS;  x:=2p. 


P^ 

0. 

b. 

c. 

d. 

12  to  30 

72697 

M693 

•028498 

-0014221 

0„16 

1-2751 

-•018061 

•0012061 

0.,  18 

12886 

-025409 

•0020310 

0,.  20 

12742 

-019249 

•00149-20 

6.,  20 

87774 

10815 

•023862 

-■0005630 

7,.  22 

4-2854 

11792 

•000805 

•0012653 
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Table  VII. — Depression  of  the  Freezing-Point  of  Water  by 
Cane-Sugar. 

Examined  by  the  Graphic  Method. 

Experimental  error =0*023°. 


I. 

n. 

ni. 

IV. 

As  one  curre  from 

V. 

VI. 

VII. 

Vllt. 

MolB. 

As  2 

Sugar  to 

curves 

Omol. 

Imol. 

3  mols. 

4  mols. 

5  mols. 

6  mols. 

100  H^O. 

meeting 
at2mols. 

o 

o 

o 

o 

o 

o 

o 

•19 

0 

-•01 

•36 

0 

-•03 

•57 

+  0 

-•06 

•83 

+  010 

-■05 

104 

-015 

-•09 

-•025 

119 

+•015 

-•05 

0 

135 

-•015 

-09 

-■040 

1-50 

-030 

-10 

-050 

1-70 

-•035 

—09 

-•065 

1-85 

+  035 

—03 

+•005 

1-99 

1-005 

-05 

-O30 

230 

-•010 

—01 

-010 

2-40 

+•005 

0 

+O10 

2-63 

+•025 

+  05 

+  035 

2-88 

+•010 

+  05 

+  030 

313 

+•010 

+  07 

+055 

+  015 

3-40 

—020 

+•06 

+015 

-015 

3-67 

-015 

+•08 

+015 

0 

400 

+■015 

+•10 

+•055 

+  035 

+015 

4-34 

-045 

+■03 

-005 

-035 

-•050 

4-67 

+•010 

+•08 

+•025 

+  030 

+015 

505 

0 

+  05 

+015 

+  005 

+•005 

+•020 

5-40 

-•045 

-•02 

-■025 

-035 

—035 

-015 

5-86 

+•060 

+  05 

+•065 

-•050 

+•060 

+■085 

6-37 

-•030 

—11 

-•040 

—045 

-•040 

-■035 

—036 

6-98 

0 

—10 

-005 

0 

O 

-•005 

+015 

7-53 

-•005 

-12 

-020 

-080 

-•010 

-•025 

-010 

810 

+•095 

-03 

+•080 

+  080 

+•095 

+  O70 

+•080 

8-72 

—065 

-•14 

-060 

-•060 

-060 

-•080 

-•080 

9-56 

-060 

+01 

+•010 

+  010 

-025 

-•030 

0 

8um  ... 

+•290 

+•91 

+•405 

+•225 

+  •190 

+•175 

+•095 

-•385 

-•84 

-•375 

-•220 

-•220 

-195 

-125 

«i 

•0225 

058 

•030 

•030 

•034 

•041 

■037 

Kel.error» 

1 

2-6 

115 

096 

0^98 

106 

■090 

*  Relative  value  of  ^j  (not  the  total  error)  compared  with  that  of  the  same 
portion  of  the  figure  when  drawn  as  two  curves  meeting  at  2  mols.  (col.  II.). 
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Addeisdum. 

A  very  important  additional  argument  in  favour  of  the  real 
existence  of  changes  of  curvature  has  been  obtained  by  ascer- 
taining that  a  set  of  results,  which  can  be  represented  perfectly 
by  two  parabolas  showing  a  break,  cannot  be  represented  by 
a  single  parabola,  even  if  this  has  as  many  constants  in  it  as 
the  two  together  had.  The  results  with  propyl  alcohol  in 
water  (case  I.)  were  taken  for  this  investigation,  and  the 
calculations  were  simplified  a  little  by  representing  the  first 
half  of  them  by  a  parabola  with  two  instead  of  three  constants 
Cand  the  origin).  The  equation  deduced  for  this  parabola 
was  ^  = '58662^  + '01404  ar^,  and  the  values  given  by  it  were 
almost  exactly  identical  with  those  given  by  the  three-con- 
stant equations  in  Table  II.  column  ill.,  indeed  the  sum  of  the 
differences  was  '002°  less  ;  so  that  the  whole  results  may  be 
represented  by  this  equation  together  with  that  previously 
deduced  for  the  second  portion  of  the  figure  (the  two  contain- 
ing together  six  constants  and  the  origin)  with  a  total  apparent 
error  '95  times  the  experimental  error.  A  single  equation 
with  six  constants  and  the  origin  was  then  deduced  from  the 
experimental  results*  :  the  values  obtained  were 

y=-554549A'  +  -0643369ar^-02340953a?»  +  -0O4282719a:* 

-•000320612037  a?»  +  -0000080792l3A'^ 

and  the  differences  between  the  values  for  y  given  by  this 
equation  and  the  experimental  values  were  as  follows : — 


p^2x. 


Diff. 


2  . 

.  .   --002 

4  .  . 

.   +-031 

6  .  . 

.   --014 

8  .  . 

.   --069 

10  .  . 

.   +'015 

12  . 

.   --004 

14  .  , 

.   +-06» 

16  .  , 

.   +'121 

p=2x. 

18 
20 
22 
24 
26 
.  28 
30 
32 


Diff. 

-°091 
-•136 
-•001 
+  •047 
+  •104 
-•038 
-•051 
+  •018 


The  sum  of  the  errors  is  +^404°  and  —•406°,  the  mean,  e^, 
being  •0506°,  or  two  and  a  half  times  greater  than  the  expe- 
rimental error  ;  the  e^  error  is  10,  and  the  e^  error  is,  as  might 

*  The  deduction  of  this  eqastion,  in  which  long  division  and  multipli- 
cation had  to  be  employed,  occupied  ten  daTS,  although  the  values  for  y 
-were  the  whule  numbers  from  1  to  16.  Inis  may  give  some  conception 
of  the  desirability  of  obtaining  some  other  method  of  examining  resiuts. 
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be  anticiDated,  1 :  thus  the  total  error  is  '506°,  or  23*5  times 
greater  tnan  the  experimental  error,  and  24*5  times  greater 
than  the  total  error  of  the  two-curve  drawing  with  the  same 
number  of  constants,  representing  the  existence  of  a  break 
instead  of  continuity.  This  by  itself  would  be  an  almost 
conclusive  argument  in  favour  of  the  real  existence  of  this 
break. 

I  may  take  this  opportunity  of  saying  a  few  words  in 
answer  to  the  additional  remarks  which  Prof.  Rucker  has 
published  on  the  densities  of  Sulphuric  Acid  {supi*a,  p.  204). 

(1)  Prof.  Riicker's  statements  as  to  ray  opinion  respecting 
an  equation  of  the  form  y=a-|- 6a? ..  .^«*  may  perhaps  lead 
casual  readers  to  the  very  erroneous  conclusion  that  I  used 
such  an  equation  in  my  work  on  Sulphuric  Acid,  or  that  I  re- 
garded it  as  a  probable  expression  of  experimental  results. 
The  bent-lath  curve  may  perhaps  be  mathematically  even 
more  complex  than  Prof.  Riicker's  curve  (though  1  doubt 
whether  Prof.  Riicker  can  obtain  such  a  simple  definition  of 
his  curve  as  that  which  can  be  given  of  the  bent-lath  curve 
"  the  radius  of  curvature  varies  inversely  as  the  distance  from 
some  fixed  straight  line"),  but  these  curves  which  I  used 
were,  as  was  shown  by  the  difierentiation,  practically  very 
simple,  being  equivalent  io  the  parabolas  y^a  +  ba  +  ca^. 
Prof.  Rucker  argues  that  if  I  subdivided  the  figures  into 
these  simple  curves,  I  might  have  subdivided  them  still 
further  into  straight  lines.  I  am  certainly  surprised  that 
such  an  argument  should  be  used  by  one  who  studied  the 
question  as  closely  as  Prof.  Riicker  has  done.  The  only  legiti- 
mate representation  of  a  series  of  results  is  evidently  that 
which,  coBteris  paribus^  represents  fewest  breaks  ;  the  parabola 
is  just  as  probable  a  representation  of  physical  properties  as  a 
stniight  line  (perhaps  more  so),  and  as  the  curvilinear  nature 
of  the  figure,  in  the  present  case,  would  evidently  necessitate 
the  use  of  more  straight  lines  than  of  parabolas  for  drawings 
representing  apparent  errors  of  equal  magnitude,  the  recti- 
linear representation  is  obviously  unjustifiable. 

(2)  &  (3)  Prof.  Riicker  misunderstands  me  if  he  thinks 
that  I  advocated  my  representation  as  being  superior  to  his 
as  t«  the  number  of  constants  involved,  or  tnat  I  objected  to 
his  having  obtained  his  equation  by  first  making  an  approxi- 
mation, and  subsequently  improving  it.  My  objections  to  it 
were  based  solely  on  the  grounds  that  it  was  an  artificial  and 
highly  improbable  representation  of  physical  facts,  and  this, 
apparently,  he  does  not  refute. 

(4)  It  is  scarcely  worth  while  to  waste  words  in  discussing 

212 


Digitized  by 


Google 


464  Mr.  S.  U.  Pickering  an  the  Recognition  of 

whether  the  modification  introduced  by  Prof.  Riicker's  fourth 
term  bears  a  sufficiently  small  proportion  to  the  unmodified 
part  to  be  correctly  designated  as  a  "  hump  "  or  not ;  but  the 
illustration  of  converting  a  circle  into  an  ellipse,  which  he 
quotes  in  justification  of  the  excrescence  which  he  placed  on 
his  approximate  curve,  appears  to  me  to  be  a  sini^ularly 
unfortunate  one,  for  the  ellipse  is  par  excellence  the  simplest 
and  most  natural  modification  of  a  circle,  and,  as  such,  con- 
tinually presents  itself  in  natural  phenomena.  Even  if  this 
were  not  the  case,  the  alteration  of  one  constant  in  an  equation 
(from  1  to  1—^)  is  hardly  comparable  with  the  introduction 
of  an  entirely  new  arbitrary  function  with  two  arbitrary 
constants. 

As  Prof.  Riicker  so  strenuously  defends  the  legitimacy  of 
his  synthesizing  his  equation,  I  fail  to  see  why  he  should 
object  to  my  analyzing  it  back  again  into  its  original  com- 
ponents, and  thus  obtaining  suggestions  of  two  of  the  breaks 
by  the  very  means  which  was  supposed  to  obliterate  them : 
still  less  do  I  appreciate  his  clinching  argument  against 
the  v<nlidity  of  these  suggestions  by  showing  that  analysis  in 
another  direction  is  possible,  which,  while  it  fails  in  suggest- 
ing one  of  these  two  breaks,  brings  into  prominence  another 
one,  the  only  one  which  I  had  thought  his  equation  had 
really  obliterated. 

Nor  do  I  see  why  because  I  informed  Prof.  Lodge,  in  1889, 
that  I  had  not  then  used  empirical  equations  for  detecting 
discontinuities,  and  did  not  place  much  faith  in  such  a 
method,  I  should,  now  that  a  critic  uses  emuirical  equations 
against  me,  refrain  from  examining  what  evidence  they  afford 
for  or  against  these  discontinuities.  I  am  merely  meeting  my 
opponent  on  his  own  ground  by  doing  so. 

(5)  Prof.  Riicker  still  considers  that  his  equation  was  ex- 
tended sufficiently  far  beyond  the  first  and  fourth  of  the 
breaks  in  question  to  justify  him  in  saying  that  it  bridged 
them  over ;  if,  however,  instead  of  taking  the  average  length 
of  the  sections  of  which  the  whole  figure  was  composed,  he 
had  taken  the  actual  lengths  of  those  sections  over  which  the 
ends  of  his  curve  projected,  he  would  have  found  that  the  one 
end  projected  over  rather  less  than  §  of  the  next  section,  the 
other  over  rather  less  than  ^  ;  distances  which,  I  think,  are 
very  insufficient,  especially  as  in  the  former  case  the  sign  of 
the  difference  between  the  observed  and  calculated  values  for 
the  last  included  point  is  the  same  as  that  for  the  neighbour- 
ing points  beyond  it,  to  which  his  curve  is  evidently  inapplic- 
able, showing  that  the  di\'ergence  has  already  begun  before 
this  last  included  point  has  been  reached. 
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I  scarcely  think  that  Prof.  Riicker  is  justified  in  stating 
that  1  have  put  forward  anything  which  can  legitimately  be 
termed  a  "new  solution'^  of  these  results — a  one-break 
representation  instead  of  a  four-break  one — or  that  "  in  the 
heat  of  argument  "  I  have  abandoned  discontinuities  on 
which  I  previously  insisted.  The  simple  fact  is  that  I  now 
find  that  a  more  complicated  bent-lath  curve  or  parabola  will 
fit  over  the  one  particular  break  as  to  the  existence  of  which 
I,  from  the  first,  expressed  my  doubts,  but  that  even  now  I 
consider  that  there  are  objections  against  the  use  of  such  a 
curve,  and,  I  may  mention,  1  have  found  more  objections 
since  I  stated  this  in  my  previous  paper.  It  is  true  that,  for 
the  sake  of  comparison  with  Prof.  Rucker's  results,  1  extended 
the  curves  a  short  way  beyond  the  two  other  breaks  at  the 
two  ends,  but  this  was  effected,  as  I  pointed  out  in  the  foot- 
note on  p,  141,  only  at  the  cost  of  increasing  the  apparent 
error  to  the  extent  of  about  one  quarter  as  mucn  again  as  that 
of  my  original  drawing,  and  also  of  that  of  the  experimental 
error. 

The  present  state  of  the  case  may,  I  believe,  be  summarized 
as  follows : — The  chief  argument  in  favour  of  the  interpre- 
tation which  I  gave  of  my  experiments  was  the  concordance 
of  the  results  obtained  from  various  sources.  Prof.  Rucker's 
criticism  starts  by  ignoring  this  argument,  or,  at  any  rate, 
does  not  attempt  to  explain  how  such  a  concordance  was 
obtained,  and  deals  only  with  a  portion  of  one  set  of  results. 
Prof.  Riicker  admits  that  these  results  show  in  places,  either 
breaks,  or  something  very  like  breaks,  and  he  therefore  con- 
fines his  attention  to  a  portion  where  all  the  changes  are 
"  minor  "  ones.  He  admits  that  the  bridging  over  of  these 
supposed  breaks  by  a  single  equation  does  not  necessarily 
disprove  that  they  really  are  breaks,  and  all  that  he  does  is  to 
construct  such  an  equation,  but  an  equation  in  favour  of 
which  as  an  expression  of  physical  facts  nothing  can  bo 
urged.  If  the  terms  in  this  equation  have  no  physical 
meaning  then,  I  venture  to  think,  it  cannot  be  accepted  as 
an  expression  of  physical  facts  ;  whereas,  if  they  have  a 
physical  meaning,  then  it  is  legitimate  to  analyze  the 
equation,  and  by  so  doing  we  obtain,  as  I  showed,  additional 
proof,  instead  of  disproof,  of  the  very  changes  which  I  con- 
sidered existed. 

I  quite  agree  with  Prof.  Riicker  that  further  discussion,  at 
any  rate  on  these  restricted  lines,  is  useless.  A  mathematical 
investigation  must  be  obviously  confined  to  some  special 
instances,  and  these  instances  must  be  worked  up  to  a  higher 
pitch  of  perfection  than  was  possible  in  a  work  of  which  the 
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object  was  to  prove  a  strong  prima  facie  case  by  the  accnma- 
lation  of  numerous  instances  from  independent  sources.  I 
am  at  present  engaged  in  obtaining  results  which,  I  trust, 
may  be  more  suitable  for  mathematical  criticism,  and  those 
mentioned  in  the  foregoing  paper  may  be  taken  as  prelimi- 
nary samples.  I  have  also  investigated  a  large  number  of 
instances  in  which  the  results  are  much  less  complicated  than 
in  the  case  of  sulphuric  acid,  and  I  have  thus  accumulated  a 
mass  of  evidence  showing  that  changes  similar  to  those 
already  found  do  occur  at  simple  molecular  proportions.  The 
accumulation  of  such  evidence,  however,  is  a  work  of  time, 
but  I  hope  in  the  end  to  succeed  in  dislodging  Prof.  Riicker 
from  his  present  neutral  position  of  neither  affirming  nor 
denying  my  conclusions. 
February  1892. 


LI.  On  a  Decisive  Test-case  disproving  the  Maxwell-Boltzniann 
Doctrine  regarding  Distribution  of  Kinetic  Energy.  By 
Lord  Kelvin  *. 

THE  doctrine  referred  to  is  that  stated  by  Maxwell  in  Lis 
paper  "  On  the  Average  Distribution  of  Energy  in  a 
System  of  Material  Points"  (*  Camb.  Phil.  Soc.  Trans.,' 
May  6,  1878,  republished  in  vol.  2  of  Maxwell's  '  Scientific 
Papers')  in  the  following  words: — 

"  In  the  ultimate  stiite  of  the  system,  the  average  kinetic 
energy  of  two  given  portions  of  the  system  must  be  in  the 
ratio  of  the  number  of  degrees  of  freedom  of  those  portions.'' 

Let  the  system  consist  of  three  bodies.  A,  B,  C,  all  movable 
only  in  one  straight  line,  K  H  L : 

D  being  a  simple  vibrator  controlled  by  a  spring  so  stiff 
that  when,  at  any  time,  it  has  very  nearly  the  whole  energy 
of  the  system,  its  extreme  excursions  on  each  side  of  its 
position  of  equilibrium  are  small : 

C  and  A,  equal  masses  : 

C,  unacted  on  by  force  except  when  it  strikes  L,  a  fixed 
barrier,  and  when  it  strikes  or  is  struck  by  B  : 

A,  unacted  on  by  force  except  when  it  strikes  or  is  struck 
by  B,  and  when  it  is  at  less  than  a  certain  distance,  H  K, 
from  a  fixed  repellent  barrier,  K,  repelling  with  a  force,  F, 
varyingaccording  to  any  law,  or  constant,  when  A  is  between 
K  and  H,  but  becoming  infinitely  great  when  (if  at  any  time) 
A  reaches  K,  and  goes  infinitesimally  beyond  it. 

*  Communicated  by  the  Author :  from  an  advance-proof  of  the  Fh)c. 
Roy.  Sdc.  for  April  28, 1892. 
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Suppose  now  A,  B,  C  to  be  all  moving  to  and  fro.  The 
collisions  between  B  and  the  equal  bodies  A  and  C  on  its  two 
sides  mast  equalize,  and  keep  equal,  the 
average  kinetic  energy  of  A,  immediately 
before  and  after  these  collisions,  to  the  ave-  ^^^k 
rage  kinetic  energy  of  0.  Hence,  when  the 
times  of  A  being  in  the  space  between  H 
and  K  are  included  in  tne  average,  the 
average  of  the  sum  of  the  potential  and  kinetic 
energies  of  A  is  equal  to  the  average  kinetic 
energy  of  C.  But  the  potential  energy  of  A 
at  eveiy  point  in  the  space  H  K  is  positive, 
because,  according  to  our  supposition,  the 
velocity  of  A  is  diminished  duringevery  time 
of  its  'motion  from  H  towards  K,  and  in- 
creased to  the  same  value  again  during  motion 
from  K  t-o  H.  Hence,  the  average  kinetic 
energy  of  A  is  less  than  the  average  kinetic 
energy  of  0  1 

This  is  a  test-case  of  a  perfectly  represen- 
tative kind  for  the  theory  of  temperature,  and 
it  eflFectually  disposes  of  the  assumption  that 
the  temperature  of  a  solid  or  liquid  is  equal 
to  its  average  kinetic  energy-  per  atom,  which 
Maxwell  pointed  out  as  a  consequence  of  the 
supposed  theorem,  and  which,  believed  to  be 
thus  established,  has  been  largely  taught,  and 
fallaciously  used,  as  a  fundamental  propo- 
sition in  thermodynamics. 

It  is  in  truth  only  for  an  approximately 
"  perfect ''  gas,  that  is  to  say,  an  assemblage 
of  molecules  in  which  each  molecule  moves  for 
comparatively  long  times  in  lines  very  ap- 
proximately straight,  and  experiences  changes 
of  velocity  and  direction  in  comparatively 
very  short  times  of  collision,  and  it  is  only 
for   the   kinetic  energy  of  the   translatory       ^^ 
motions  of  the  molecules  of  the  "  perfect  gas, 
that  the  temperature  is  equal  to  the  average  kinetic  energy 
per  molecule,  as  first  assumed  by  Waterston,  and  afterwards 
by  Joule,  and  first  proved  by  Maxwell. 
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LIL  On  the  Theory  of  Surface  Forees.— III.  Effect  of  Slight 
Contaminations.    By  Lord  Ratlbigh,  Si^.R.S.* 

OBSERVATION  t  having  Bucgested  that  the  lowering 
of  surface-tension  of  water  due  to  a  film  of  oil  falls  off 
more  rapidly  when  the  film  is  attenuated  than  the  thickness  of 
the  film  itself  can  be  supposed  to  do,  I  was  led  to  examine  the 
question  theoretically;  and  the  result  shows  that,  according  to 
tne  principlcR  of  Young  and  Laplace,  the  lowering  of  tension 
duo  to  a  very  thin  film  should  be  in  proportion,  not  to  the 
thickneM,  but  to  the  square  of  the  thickness  of  the  film.  In 
the  calculations  which  follow  the  fluids  are  supposed  io  be 
incompressible,  a  layer  of  density  p  and  thickness  a  being 
interposed  between  fluids  of  densities  p^  and  pi  (fig.  1).    The 


thickness  a,  as  well  as  the  range  of  the  forces,  is  supposed  to 
be  negligible  in  comparison  with  the  radius  of  curvature  R 
of  the  surfaces  of  separation. 

By  II.  (16  )t  we  nave  for  the  difference  of  pressures  in  the 
inner  and  outer  liquids, 

p,-;>i=2K(ps»-/>,»)- r^"^  Vc?p 

J(i) 

=2K(p,'-/>,') - (p-ft)  .  V0>, pi)  -(p,-p) .  V(p,,  p),  (1) 

where  Y(p,pi),  V(pi,/5)  denote  the  potentials  at  the  surfaces 
of  separation. 

*  Communicated  by  the  Author. 

t  See,  for  example.  Miss  Pockels  on  Surface  Tension,  *  NatuK.'  vol.  xliii. 
p.  437  (1891). 

X  Phil.  Mag.  Feb.  1892. 


Digitized  by 


Google 


and 


On  the  Theory  of  Surface  Forces.  469 

Again,  by  II.  (17), 

V(P«,  P)  =2^0>,+pi)  f"  -^((0  df+  29rO>-/)J f"  t(5)  dC 
Jo  Jo 

Consider  now 

(/>^pO.V(p,f)i)  +  (ft-/>)-VO>„/>),  ...    (2) 

and  collect  separately  the  part  independent  of  B,  and  that 
proportional  to  R~^    For  the  firat  we  have 

2^(ft'-P.')  J>(«  «/£     ....    (3) 

the  same  as  if  a=0. 

For  the  second^  omitting  the  factor  —  27r/R,  we  get 

■^{pt-p)[^-f^^\mdK-{p-pi)^y{ii)m~}, 

or 

;>,-^i=K(p,»-/,i»)  +  2T/R,    ....    (5) 
-2«-0»-/),)0>,-/))jV(«:)f<ir..    .    .    (6) 


or 


Now 

80  that 
where 
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The  tension  of  the  composite  surface  is  thus  given  by  (6). ' 

If  a=0,  we  fall  back  upon  the  case  of  a  simple  sudden 
transition  from  p^  to  />|,  and  we  get  as  before 

T=9rO),-pi)»J>(?)rS?.   ....     (7) 
Again,  if  a=QO , 

This  corresponds  to  the  formation  of  two  independently  acting 
tensions  between  the  two  pairs  of  liquids. 

To  pass  from  these  verifications  to  circumstances  of  novelty, 
let  us  now  suppose  that  a  is  small  compared  with  the  range  of 
the  forces.  When  f  is  small,  ^(i^)  may  be.  identified  with 
•^(0),  and  we  have 

•     •     •    ST=-7r(p-.pO(/>8-p)-t(0)-«S-     •     •     (9) 

showing  that  in  the  limit  ST  is  proportional  to  the  square  of 
the  thickness  a. 

According  to  Young's  supposition  I.  (19)*  of  a  constant 
attraction  within  the  range  a, 

so  that  >^{0)=^a'  ;  and  more  generally  whether  a  be  great 
or  small, 

f>(?)?rf?=«*(iV'-*««'+TV«')-   •   •   (10) 

The  general  formula  (6)  may  be  applied  also  to  the  case  of 
a  thin  lamina  by  supposing  that  p2=Pi=Po-     Thus 

T=27r(p-poyJ>(?)?rfr-     ...    .     (11) 

gives  the  tension  of  a  lamina  of  density  p  and  thickness  « 
surrounded  by  fluid  of  density  p^\.  Here  again,  if  a  be  very 
small,  the  integral  reduces  to  ia*  -^(0),  so  that  the  tension  varies 
as  the  square  of  a. 

It  must  be  understood  that  the  lamina  is  here  supposed  to 
be  of  uniform  constitution,  and  that  thus  the  result  is  probably 
inapplicable  to  soap-films. 

*  Phil.  Mag.  Oct  1890.  ^    .^^         ^    .     ,, 

t  In  MAXweirs  solution  of  this  problem,  Art.  "  Capillary  Action, 
Enc.  Brit,  the  tension  of  the  lamina  is  f^ven  at  double  the  above  value. 
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The  law  that  the  effect  of  a  fihn  when  very  thin  is  propor- 
tional to  the  square  of  the  thickness  is  of  considerable  interest. 
It  is  here  deduced  upon  the  basis  of  Laplace's  more  special 
hypothesis  that  th^  specific  differences  between  various  bodies 
in  relation  to  capillary  properties  may  be  represented  by  a 
simple  coefficient  in  the  expression  for  the  law  of  force.  But 
it  is  not  difficult  to  see  that  the  conclusion  is  really  indepen- 
dent of  this  restriction^  and  that  it  holds  good  even  though 
the  law  of  force  for  every  pair  of  bodies  is  entirely  arbitrary. 

LIII.  Some  Properties  of  Dried  Hydrogen  Sulphide  Gas, 
By  R.  E.  Hughes,  JS./Sc,  F.C.S.,  Jesus  College^  Oxford  *. 

IT  was  shown  simultaneously  by  Thorpe  that  dry  hydrogen 
sulphide  mixed  with  carbon -disulphide  vapour  is  without 
action  on  titanium  sesquioxide  (J.  C.  S.  1885,  p.  492),  and  by 
Veley  (iWrf.  p.  484)  that  the  same  gas  when  dry  is  without 
action  on  quicklime.  In  both  cases  the  formation  of  a  minute 
trace  of  water  as  a  consequence  of  the  reactions  should  cause 
them  to  proceed  to  their  ulrimate  limit.  A  few  months  ago 
Mr.  Veley  suggested  a  similar  investigation  upon  the  condi- 
tions of  reactions  of  hvdrogen  sulphide  upon  metallic  oxides, 
other  than  those  mentioned  above. 

Magnesia  was  selected  as  the  first  oxide,  and  the  experi- 
ment was  so  arranged  as  to  determine  whether  the  weight  of 
the  oxide  was  in  any  respect  altered  by  the  passage  of  the 
hydrogen-sulphide  gas  over  it. 

"  By  means  of  a  T-tube  connected  up  with  a  hydrogen-sul- 
phide generator  on  the  one  limb,  and  a  hydrogen  generator 
on  the  other,  a  flow  of  either  gas  could  be  obtained  at  will, 
and  at  an  easily  regulated  rate. 

The  gas  first  passed  through  a  wash-bottle,  which  at  the 
same  time  served  to  determine  the  rate  of  flow  of  the  gas, 
which  flow  was  such  that  on  an  average  about  2  bubbles  per 
second  passed  through. 

The  gas  was  dried  by  three  U- tubes  containing  calcium 
chloride,  and  finally  by  a  straight  tube  of  pentoxide  of  phos- 
phorus, containing  at  each  end  a  loose  plug  of  cotton-wool. 
The  experimental  vessel  containing  the  oxide  was  a  U-tube 
fitted  w4th  glass  stoppers  pierced,  so  that  by  simply  revolving 
these  stoppers  the  U-tube  was  sealed.  The  outgoing  gas  was 
then  passed  into  a  lime-tower  ;  it  was  noticed  that  unless  this 
lime  was  thoroughly  slaked,  the  absorption  of  the  gas  was  but 

•  Ck)mmunicated  by  Mr.  V.  H.  Veley,  M,A.,  University  Museum, 
Oxford. 
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partial.  Tho  experimental  tube  was  contained  in  a  water- 
bath  in  which  was  placed  a  thermometer,  so  that  the  action  at 
different  temperatures  might  be  investigated.  It  was  noticed 
that  where  the  dried  hydrogen-sulphide  gas  came  in  contact 
with  the  filaments  of  cotton-wool  covered  with  the  pentoxide, 
a  yellow  deposit,  presumably  sulphur,  was  obtained.  Whether 
this  decomposing  action  is  due  to  the  finely  divided  oxide 
superficially  covering  the  filaments,  or  not,  is  an  open  question. 
Moreover,  it  was  observed  that  whilst  the  hydrogen-sulphide 

fas  passed,  the  white  oxide  assumed  a  yellowish  tint,  which 
isappeared  entirely  when  subsequentlj"  the  hydrogen  passed 
through. 

The  hydrogen  was  first  passed  through  the  apparatus  for 
about  one  hour  and  a  half  to  displace  me  air  ;  the  tube  was 
then  weighed,  replaced  in  the  water-bath,  and  the  hydrogen 
sulphide  passed  through  for  about  two  hours,  and  the  hydrogen 
sulphide  again  displaced  by  hydrogen  before  a  second  weighing 
was  made.  The  temperature  of  the  bath  was  read  at  intervals, 
and  the  mean  of  the  readings  taken  as  the  temperature  of 
investigation. 

In  an  experiment  conducted  at  a  temperature  of  about 
15°,  the  weight  of  magnesia  taken  was  0'7597  gram  ;  after 
passing  hydrogen  sulphide,  and  again  displacing  this  by 
hydrogen,  the  weight  was  found  to  be  0*7600  gram,  or  an 
increase  of  0'0003  gram.  Another  experiment,  conducted 
under  precisely  similar  conditions,  gave  the  following  details. 
Weight  of  oxide  taken  was  0*6360  gram,  which,  after  the 
passage  of  the  gas,  was  found  to  weigh  0*6368  gram,  showing 
an  increase  of  0*0008  gram  ;  both  of  these  increases  are 
within  the  limits  of  errors  of  experiment  and  may  safely  be 
considered  as  such. 

In  an  experiment  conducted  at  a  mean  temperature  of  40^, 
the  result  was  of  a  similar  character.  Thus,  having  taken 
0'8315  gram  of  the  oxide,  the  increase  in  weight  of  this  was 
O'OOll  gram.  Hence  it  may  be  concluded  that,  under  the 
conditions  of  these  experiments,  this  change,  which  is  an 
exothermic  change,  and  therefore  one  which  might  be  expected 
to  take  place,  does  not  take  place. 

An  experiment  was  made  in  which  a  drop  of  water  from 
a  pipette  was  dropped  on  to  the  magnesia,  and  the  tube 
weigned.  On  passing  the  hvdrogen  sulphide  through  this 
mixture  a  rapid  change  is  evident,  the  white  oxide  becoming 
of  a  greenish-yellow  colour. 

The  temperature  of  the  bath  during  this  experiment  was 
15°.     The  weight  of  the  oxide  and  water  in  the  tube  before 
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the  experiment  was  0^7235  gram ;   and  after  the  gas  bad 
passed  was  0*8435  gram,  or  an  increase  of  0*1200  granu 

Thus  it  is  seen  that  the  ratio  of  the  increase  when  water  is 
present  with  the  magnesia  is  to  the  increase  in  weight  in  the 
absence  of  water  as 

1200  •    ft  f  ^*  ^  temperature  of  15°. 
1200  i  11  at  40°. 

The  reason  for  the  addition  of  liqnid  water  to  the  oxide, 
instead  of  saturating  the  gas  witn  moisture,  is  because 
Richardson  has  shown  (J.  C.  S.  li.  p.  801)  that  in  analogous 
reactions  the  water  as  steam  has  no  influence  on  the  chemical 
change. 

Similar  results  were  obtained  with  monoxide  of  barium, 
although  the  increases  were  slightly  greater  than  in  the  case 
of  magnesia.  Thus  in  an  experiment  made  at  a  temperature 
of  15°  the  weight  of  oxide  of  barium  taken  was  1*7465  gram, 
which,  after  the  passage  of  the  hydrogen-sulphide  gas,  showed 
an  increase  of  0*0034  gram. 

Another  experiment  was  conducted  at  a  mean  temperature 
of  90°.  The  weight  of  oxide  taken  was  3*3735  grams,  which, 
after  the  passage  of  the  gas  and  subsequent  displacement  by 
hydrogen,  was  found  to  weigh  3*3787  grams,  or  an  increase 
of  0*0052  gram.  Hence  it  appears  from  these  experiments 
that  dried  hydrogen  sulphide  has  no  action  on  dried  monoxide 
of  barium  between  the  temperatures  of  15°  and  90°. 

With  sesquioxide  of  iron  the  change  that  takes  place  is  more 
evident  than  with  any  other  oxide  yet  examined  ;  although 
the  results  so  far  obtained  point  to  the  conclusion  that  with 
perfectly  dry  materials  no  change  would  take  place*.  In  one 
experiment  5*8108  grams  of  sesquioxide  of  iron  showed  an 
increase  in  weight,  after  the  passage  of  the  gas,  of  0*0832 
ffram.  The  methods  adopted  for  drying  the  oxide  have  not 
been  sufficiently  effectual  to  ensure  complete  absence  of 
moisture,  and  the  minute  change  that  does  take  place  is  doubt- 
less initiated  by  a  trace  of  moisture  already  present  f. 

Experiments  of  a  somewhat  different  character  to  the  fore- 
going were  then  undertaken.      Instead  of  determining  the 

*  The  reaction  between  hydrogen  sulphide  and  this  substance  presents 
the  particular  interest  that  it  is  of  daily  application  in  the  purification  of 
coal-gas.  L.  Wright  [J.  C.  S.  1883,  p.'lwj  in  his  experiments  upon  this 
point  seems  to  have  used  the  hydrated  oxide  only. 

t  Professor  Odling  teUs  me  that  although  dried  hydrogen  sulphide 
does  not  act  on  the  ordinary  oxide  of  iron  under  the  conditions  of  these 


experiments,  yet  an  oxide  oi  iron  can  be  prepared  which  is  acted  upon  by 
the  gas :  thus  the  compound  FeaOaCaO,  got  oy  fusing  calc-spar  ana  oxide 
of  iron  together,  is  sucn  a  body. 
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difference  of  weight  as  an  indication  of  chemical  change,  the 
differences  of  colour  produced  bjthe  formation  of  the  sulphides 
of  various  metals^  bj  the  action  of  hydrogen  sulphide  on  com- 
pounds of  these  metals,  were  taken.  The  method  of  experiment 
was  ns  follows  : — ^A  sliort  strip  of  ordinary  filter-paper  was 
taken  and  moistened  with  lead  acetate,  then  dried  in  a  water- 
bath  and  placed  in  a  straight  glass  tube,  which  took  the  place 
of  the  experimental  U-tube  in  the  previously  described  experi- 
ments, and  accordingly  was  connected  up  with  the  drying 
apparatus.  Through  this  hydrogen  was  passed  as  before, 
then  the  hydrogen-sulphide  gas  for  about  two  hours.  The 
paper  remained  perfectly  white  and  unaltered  in  the  dry  gas. 

If,  however,  the  paper  was  purposely  only  partiallv  dried, 
or  if  a  Uttle  liquid  water  was  placed  in  contact  with  the  dried 
paper,  then  the  H,S  gas  instantly  turned  the  paper  black*. 
If  two  tubes,  one  containing  the  dried-lead-paper  and  the 
other  a  partially  dried  lead-paper,  be  placed  sioe  by  side,  and 
if  the  dried  gas  be  passed  first  through  the  one  tube  and  then 
through  the  other,  the  difference  between  the  action  of  the 
gas  on  the  paper  in  the  two  is  very  striking — the  dried  one 
remaining  quite  white  throughout,  whilst  the  other  is  instantly 
blackened  by  the  gas. 

A  similar  comparative  experiment  was  performed  in  the 
case  of  paper  moistened  with  a  solution  of  arsenic  tri-chloride  : 
the  dried  paper  remained  quite  unaltered,  whilst  the  other  was 
instantly  turned  yellow.  With  salts  of  tin,  cadmium,  bismuth, 
antimony,  silver,  copper,  mercury,  and  cobalt,  similar  experi- 
ments were  conducted,  the  results  being  in  all  cases  exactly  the 
same ;  in  the  case  of  antimony,  cadmium,  and  tin  the  differences 
are  very  striking.  In  all  these  cases,  then,  it  was  shown,  by  a 
comparative  experiment  of  the  kind  described,  that  dried 
hydrogen  sulphide  has  no  action  on  the  dried  soluble  stdts  of 
the  metals  before  mentioned,  whereas,  if  moisture  be  present 
and  in  contact  with  the  substance  investigated,  the  change  at 
once  takes  place. 

Further,  it  was  observed  that  the  dried  gas  has  no  action 
whatever  on  dry  blue  litmus-paper,  whereas  moist  litmus-paper 
is  instantly  reddened. 

The  conclusion  arrived  at  from  these  experiments  is  that 
dried  hydrogen  sulphide  has  no  action  on  magnesia,  baryta, 
sesquioxide  of  iron,  or  on  salts  of  silver,  copper,  mercury,  lead, 
bismuth,  cadmium,  arsenic,  antimony,  tin,  and  cobalt ;  nor 
has  it  the  power  of  reddening  blue  litmus-paper,  whereas  in 

*  If,  howoTer,  the  lead-paper  preyiously  dried  be  moisteDed  with 
absolute  alcohol,  instead  of  water,  the  darkening  produced  by  hvdroffen 
sulphide  is  very  slight,  although  the  gas  is  more  soluble  in  alcohol  than 
in  water. 
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the  presence  of  liqaid  water  a  chemical  change  does  take 
place  in  all  these  cases. 

Finally,  it  may  be  pointed  out  that  the  experiments  of  Mr. 
F.  Wilson,  of  Keble  College,  and  myself  on  the  action  of  dried 
hydrochloric-acid  gas  on  various  carbonates,  together  with  the 
experiments  herein  described,  go  to  show  that  the  compounds 
represented  by  the  formula  HCl  and  the  formula  H,S  are  not 
(as  is  usually  supposed)  acids,  but  rather  that  they  are  acid 
anhydrides,  not  of  the  same  order  although  of  the  same  class 
as  pentoxide  of  phosphorus  or  sulphuric  anhydride.  Just  as 
in  the  case  of  many  organic  acids  (for  example,  glycollic  or 
lactic  acids),  we  have  more  than  one  anhydride,  so  also  in  the 
case  of  the  true  sulphuric  acid  we  may  have  the  anhydride 
SOs  and  the  anhydride  H2SO4.  Perkin,  from  a  study  of  the 
magnetic  rotation  of  sulphuric  and  nitric  acids,  concludes 
that  the  formulae  H2SO4  and  HNOs  represent,  not  the  acids, 
but  anhydrides  (J.  C.  S.  1887,  p.  808,  and  1889,  p.  680). 
The  pure  compound  HgSO^,  as  is  well  known,  does  not 
act  on  blue  litmus''*',  and  probably  is  incapable  of  forming 
salts ;  and  it  seems  probable,  from  the  researches  of  Veley 
on  nitric  acid  f,  that  this  acid  also,  when  in  the  pure  state 
and  free  from  nitrous  acid,  is  likewise  incapable  of  form- 
ing salts.  So  that  the  two  criteria  of  true  acids,  namely, 
that  they  should  be  capable  of  turning  blue  litmus  red,  and 
also  be  capable  of  forming  salts,  fails  in  the  cases  of  the  mole- 
cules HCl  X  and  H2S,  and  apparently  also  in  the  case  of  the 
molecules  H3SO4  and  HNOj. 

In  conclusion,  I  wish  to  express  my  indebtedness  to  Mr. 
V.  H.  Veley,  M.A.,  for  suggesting  this  investigation  to  me 
and  for  much  valuable  advice  given  during  its  progress. 

University  Laboratory,  Oxford. 

LIV.  Notices  respecting  New  Books, 

Index  of  Spectra,  Appendix  (7.  By  W.  Mabsfall  Watts, 
D.Scj  F.I.C.y  Senior  Science  Master  in  the  Oiggleswick  Grammar 
School.    Manchester :  Abel  Heywood  &  Son,  1892, 

nPHB  present  appendix  to  Dr.  Watts's  Index  of  Spectra  contains 
-■-  some  of  the  most  important  measurements  recently  made  in 
connexion  with  spectroscopic  work.  By  far  the  larger  part  of  the 
book  is  occupied  by  the  collected  results  of  various  observers  on  the 
spectrum  of  iron  when  volatilized  in  the  electric  arc.  The  numbers 
of  Kayser  and  Eunge,  Eowland,  Thalen,  and  Miiller  and  Kempf 

•  Marsh, '  Ohem.  News/  Ixi.  p.  2.  t  Phil.  Trans.  1891,  p.  279. 

t  Julius  Thomsen  concludes  from  thermochemical  considerations  that 

the  formula  of  the  acid  is  H3CIO.  Possibly  the  true  hydrosulphuric 
acidisH^SO. 
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are  all  given,  the  table  containing  in  all  a  record  of  about  4600 
lines,  extending  from  the  region  of  the  lithium  (red)  line  to  the 
extreme  uUra-violet.  After  this  follows  a  table  of  the  air-lines  of 
the  solar  spectrum,  with  their  relative  intensities  when  the  sun  is 
on  the  horizon  and  at  medium  altitude.  The  measurements  from 
which  this  table  was  compiled  are  those  of  Becker,  and  the  lines 
niunber  about  1000.  The  volume  is  completed  by  a  list  of  14 
lines  in  the  spectrum  of  gadolinium  chloride,  the  work  of  Lecoq 
de  Boisbaudiun,  and  74  lines  in  the  spectrum  of  a  vacuum  tube 
containing  hydrogen,  measured  by  Ames  of  the  Johns  Hopkins 
University.  The  latter  measurements  are  rendered  more  interest- 
ing by  their  being  compared  with  the  values  obtained  from  Balmer's 
formula,  in  which  the  oscillation  frequency  is  taken  as  27418*3 
(1 — 4/«i*),  different  values  of  m  giving  different  lines.  The  agree- 
ment between  the  theoretical  and  actual  frequencies  is  in  many 
cases  very  remarkable.  Jabos  L.  Howijin. 

LY.  Intelligent^  and  MtsceUaneaue  Articles. 

OK  THB INFLUBNCK  OF  PRESSURE  ON  THE  YISOOSITT  OF  LIQUIDS* 

BY  R.  COHEN. 
n^HE  results  of  a  long  experimental  invest^tion  on  this  subject 
-^     are  stated  by  the  author  as  follows  : — 

I.  The  viscosity  of  water  is  diminished  by  pressure  up  to  tem- 
peratures of  40°,  as  had  already  been  found  by  Hontgen,  Warburg, 
and  Sachs. 

II.  No  minimum  of  viscosity  can  be  observed  up  to  pressures  of 
900  atmospheres,  and  temperatures  of  25° ;  the  change  of  viscosity 
is  not  proportional  to  the  pressure,  but  increases  more  slowly. 

HI.  In  the  case  of  water  the  viscosity  changes  greatly  with  the 
temperature,  and  in  the  interval  of  temperature  from  0  to  23°  it  is 
greatest  near  0^.  It  has  not  been  decided  whether  the  viscosity  of 
water  increases  with  pressure  for  temperatures  above  40°. 

rV.  With  concentrated  aqueous  solutions  of  NaCl  and  of  NH^Cl 
the  viscosity  of  the  solution  increases  with  the  pressure,  and  the 
percentage  change  is  almost  proportional  to  the  pressure.  The 
influence  of  temperature  is  small. 

Y.  The  more  dilute  a  solution  of  NaCl  is  the  more  does  the 
influence  of  the  anomalous  deportment  of  water  preponderate,  both 
as  regards  the  influence  of  temperature,  and  also  the  influence  of  a 
further  increase  of  pressure.  From  a  5-peiv-cent.  to  a  lO-per-cent. 
solution  there  is  for  each  concentration  a  definite  temperature 
between  2°  and  22°*5,  at  which  the  influence  of  a  pressure  of  600 
atmospheres  on  the  viscosity  is  zero. 

VI.  In  oil  of  turpentine  the  change  of  viscosity  with  the  pres- 
sure is  twenty  times  as  great  as  with  a  saturated  solution  of  KaO, 
and  is  nearly  proportional  to  the  pressure.  The  direction  of  the 
change  is  the  same.  The  influence  of  temperature  is  small,  and  is 
in  the  opposite  direction  to  that  of  a  solution  of  NaCl. — Wiede- 
mann's AnnaUny  No.  4,  1892. 
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LVI.  Quaternions  as  a  practical  Instrument  of  Physical 
Research.  By  Alexandeb  M^'Aulay,  M.A.^  Omumd 
College  J  Melbourne*. 

IN  ivriting  the  history  of  the  Mathematics  of  the  19th 
century  the  historian  will  be  brought  face  to  face  with  a 
phenomenon  hard  to  account  for. 

The  inventor  of  quaternions  was  one  of  the  greatest,  per- 
haps the  greatest,  mathematician  of  this  century.  His  work 
was  varied  and  far  reaching  in  its  effects,  but  his  name  was 
always  associated  in  the  mind  of  the  hearer  with  one  well- 
defined  group  of  his  works — his  quaternion  researches.  Thus 
the  subject  was  brought  forth  in  the  full  light  of  day,  and  has 
by  no  means  nassed  into  the  limbo  of  forgotten  things.  Indeed 
the  word  "  Quaternions  "  is  fully  as  familiar  even  with  non- 
mathematicians  as  the  phrase  "  Cartesian  Geometry.'* 

But  in  spite  of  this  he  has  left  scarcely  a  successor.  His 
two  huge  volumes  form  far  more  than  half  the  whole  original 
work  that  has  been  done  in  the  subject.  And  this  notwith- 
standing the  fact  that  he  deliberately  did  not  attempt  to  apply 
the  subject  to  Physics,  although  expressing  his  belief  that  in 
other  hands  it  would  prove  a  powerful  instrument  of  research. 

Can  any  cause  be  assigned  for  this  extraordinary  case  of 
arrested  aevelopmeot?  The  answer  that  by  far  the  ma- 
jority of  physicists  would  give  as  to  the  physical  aspect  of 
the  subject  is,  that  the  instrument  is  an  admirable  one  for 

•  Commnnicated  by  the  Author ;  having  been  read  before  the  Auatra- 
lian  Association  for  the  Advancement  of  Science,  January  1892. 
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expressing  the  results  obtained  by  the  old-fashioned  and 
artificial  methods — but  there  their  admiration  woidd  stop. 
The  stem  work,  say  they,  of  advancement  into  the  unknown 
regions  must  be  made  by  the  clumsier  but  stronger  means. 
When  the  country  has  been  reduced  to  order  and  civilization, 
let  quaternions  be  introduced  as  a  luxury  condacing  to  the 
recreation  of  the  exhausted  toilers.  Nevertheless  there  is  a 
small  minority  among  these  workers  that  venture  to  deny  this 
elur  on  the  character  of  their  favourite  implement.  The^ 
assert  that  it  has  only  to  be  used  to  be  appreciated,  and  this 
to  such  an  extent  that  all  other  geometrical  implements  are, 
or  ought  to  be,  cast  aside  in  favour  of  it.  I  confess  myself  to 
be  one  of  the  extremest  partizans  of  this  sect.  When  directly 
I  proceed,  however,  to  state  exactly  what  I  believe  to  be  the 
mission  of  quaternions  in  the  domain  of  Physics,  it  will  appear 
that  in  a  short  paper  it  is  impossible  to  establish  the  conten- 
tions. The  chief  object  of  the  present  paper  is  to  shake  the 
belief  of  mathematical  physicistis.  It  is  too  much  to  hope  to 
ove%ium  that  belief. 

The  first  question  to  answer  is  the  one  already  put — Can  the 
apathy  of  physicists  with  regard  to  quaternions  be  accounted 
for  if  it  be  not  that  quaternions  are  unsuitable  for  their  pur- 
poses ?  I  confess  that  the  more  I  think  of  this  apathy  the 
more  extraordinary  does  it  appear,  and,  as  already  hinted^ 
it  will  probably  prove  an  insoluble  problem  to  the  future 
historian  of  Mathematics.  But  reasons  can  be  given,  though 
not  perfectly  satisfactory — at  least  to  my  mind — for  this 
almost  criminal  negligence. 

Let  us  state  the  case  against  us.  It  can  be  put  in  very 
few  words  as  follows — Not  much  advance  in  Physics  has  been 
made  by  the  aid  of  Quaternions,  I  do  not  for  a  moment  ques- 
tion this.  It  is  too  evident  even  for  an  advocate  to  blink. 
In  all  sincerity,  however,  I  believe  that  this  is  all  that  can  be 
assigned  as  reason  for  believing  that  quaternions  do  not  pro- 
vide means  for  extending  the  bounds  of  the  known  in  the 
domain  of  Physics.  Probably  through  the  minds  of  more 
than  one  who  listen  to  this  is  passing  the  thought — "  But  1 
have  tried  quaternions  and  /have  found  them  wanting.  I 
came  to  the  subject  unprejudiced,  but  I  could  produce  notning 
out  of  it/'  Perhaps  it  is  to  the  point  to  say  that  the  present 
writer  has  passed  through  this  phase.  He,  too,  found  that 
though  quaternions  were  a  fascinating  study,  they  seemed  to 
fail,  for  some  inscrutable  reason,  to  furnish  the  means  for  any 
real  advance.  Looking  back,  I  think  I  can  see  the  reason  for 
this. 

Maxwell,  I  fear,  is  responsible  to  a  large  extent  for  the 


Digitized  by 


Google 


prcuitical  Instrument  of  Physical  Research.  479 

discredit  into  which  quaternions  have  fallen  among  physicists. 
In  his  'Electricity  and  Magnetism'  (2nd  edit.  §  10)  he 
remarks: — *'l  am  convinced  that  the  introduction  of  the  ideas, 
as  disthiguisliedfrom  the  operations  and  me^/<(M2«,  of  Quaternions 
will  be  of  great  use  to  us  in  all  parts  of  our  subject."  Now 
though  very  many  study  quaternions  in  a  sort  of  dilettante 
way,  very  few  who  have  not  read  and  been  struck  with  this 
passage  do  so  before  their  mathematical  ideas  and  methods 
are  nearly  or  completely  crystallized.  Workers  naturally 
find  themselves,  when  still  inexy)erienced  in  the  use  of  qua- 
ternions, incapable  of  clearly  thinking  through  them  and  of 
making  them  do  the  work  of  Cartesian  Geometry,  and  they 
conclude  that  quaternions  do  not  provide  suitable  treatment 
for  what  they  have  in  hand.  They  then  grow  rather  disgusted 
with  these  vexatious  quaternions,  and  consoling  themselves 
with  the  reflection  that  Maxwell,  before  penning  the  above 
extract,  had  had  more  experience  than  theniselves,  decide  that 
the  subject  only  requires  a  superficial  study  to  be  rendered  of 
as  great  utility  as  it  is  capable. 

The  fact  is  that  the  subject  requires  a  slight  development 
before  being  applicable  to  many  important  physical  questions, 
and  these  physicists  do  not  continue  their  interest  or  enthusiasm 
for  the  subject  sufficiently  long  to  enable  them  to  furnish  that 
development. 

Quaternions  differ  in  an  important  respect  from  other 
branches  of  mathematics  that  are  studied  by  mathematicians 
after  they  have  in  the  course  of  years  of  hard  labour  laid  the 
foundation  of  all  their  future  work.  In  nearly  all  cases  these 
branches  are  very  properlv  so  called.  They  each  grow  out  of 
a  definite  spot  of  tbe  mam  tree  of  mathematics,  and  derive 
their  sustenance  from  the  sap  of  the  trunk  as  a  whole.  But 
not  so  with  quaternions.  To  let  these  grow  in  the  brain  of  a 
mathematician,  he  must  start  from  the  seed  as  with  the  rest  of 
his  mathematics  regarded  as  a  whole.  He  cannot  graft  them 
on  his  already  flourishing  tree,  for  they  will  die  there.  They 
are  independent  plants  that  require  separate  sowing  and  the 
consequent  careful  tending. 

These  are  the  explanations  that  can  be  given  of  the  arrest 
in  the  development  of  quaternions  that  followed  on  the  death 
of  Hamilton. 

It  is  now  well  to  describe  what  I  believe  quaternions  can  do, 
and  what  should  not  be  demanded  of  them  in  the  researches 
of  Physics.  It  is  quite  certain  that  the  views  about  to  be 
enunciated  will  be  voted,  to  say  the  least,  extreme,  and  it  will 
not  be  possible  to  justify  them  in  a  short  paper  like  the  present. 
Still  it  seems  proper  to  give  them  in  all  their  nakedness. 
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I  believe  that  Physics  would  advance  with  both  more  rapid 
and  surer  strides  were  quaternions  introduced  to  serious  study 
to  the  almost  complete  exclusion  of  Cartesian  Greometry«  except 
in  an  insignificant  way,  as  a  particular  case  of  the  former. 
All  the  geometrical  processes  occurring  in  physical  t/ieories 
and  general  physical  problems  are  much  simpler  and  more 
graceful  in  their  quaternion  than  in  their  Cartesian  garb.  To 
illustrate  the  meaning  here  to  be  attached  to  "  theory "  and 
"general  problem,"  take  the  case  of  elasticity.  What  is 
meant  by  the  general  theory  of  elasticity  is  well  enough 
known.  What  1  mean  by  a  general  problem  is  illustrated  by 
St.  Venant's  torsion  problem  for  ant/  cylinder.  The  same 
problem  for  a  cylinder  of  particular  form  would  be  called  a 
particular  problem.  For  such  particular  problems  we  require 
of  course  tne  theories  specially  constructed  for  the  solution  of 
particular  problems,  such  as  Fourier's  theories,  complex  vari- 
ables, spherical  and  ellipsoidal  harmonics,  &c.  It  will  thus 
be  seen  that  I  do  not  propose  to  banish  these  theories,  but 
merely  Cartesian  Greometry. 

To  establish  these  views  it  would  be  necessary  to  make 
good  the  following  two  statements: — 

(1)  Quaternions  are  already  in  such  a  state  of  development 
as  to  justify  the  practically  complete  banishment  of  Cartesian 
Geometry  from  physical  questions  of  a  general  nature, 

(2)  Quaternions  will  in  Physics  produce  many  new  results 
tluxt  cannot  be  obtained  by  the  rival  and  older  geometrical  method 
at  all. 

To  establish  completely  the  first  of  these  statements,  it  would 
be  necessary  to  go  over  the  whole  ground  covered  by  general 
physical  questions.  This  would  require  a  treatise  of  no  small 
dimensions. 

It  is  the  second  statement  that  must  be  considered  of  the 
greater  importance.  Unfortunat>ely  this,  too,  cannot  be  jus- 
tified here.  It  has  already  been  conceded  that  the  subject 
requires  a  slight  development,  and  this  of  course  would  neces- 
sitate a  rather  length^'  introduction.  It  is  only  after  this 
development  that  I  beheve  startling  physical  progress  will  be 
made  by  help  of  quaternions. 

To  bear  out  in  part  the  assertions,  however,  a  few  examples 
of  the  application  of  quaternions  to  a  variety  of  physical 
questions  will  be  given.  Some  of  the  results  below  are  of 
intt^rest  in  themselves.  Tliey  have  not  been  chosen  mainly  on 
this  account,  however,  but  to  illustrate  as  widely  as  is  possible 
in  a  short  paper  the  variety  of  the  questions  in  which  the 
subject  may  be  expected  to  prove  useful. 

The  following  are  the  examples  chosen: — (1)  A  theorem  in 
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potentials  illustrated  by  applying  it  to  a  general  electrical 
problem.  (2)  Two  examples  in  curvilinear  coordinates.  (3)  A 
quaternion  proof  of  a  well-known  theorem  of  Jacobi's  of  great 
utility  in  Physics.  (4)  A  generalization  of  one  of  the  well- 
known  integrals  of  fluid  motion.  (5)  The  well-known  par- 
ticular solution  of  the  differential  equation  expressing  the 
conditions  of  equilibrium  of  an  isotropic  elastic  solid  subject 
to  arbitrary  bodily  forces.  (6)  A  short  criticism  of  Prof. 
Poynting's  theory  of  the  transference  of  energy  through  an 
electric  field. 

In  the  proofs  below,  so  far  as  quaternion  knowledge  is  con- 
cerned, an  acquaintance  with  Tait's  ^  Quaternions,'  3rd  edit., 
only  will  be  assumed.  The  following  two  equations  from 
§§  498,  499  of  that  treatise  will  be  frequently  required  below. 

ppj=jyvuw,«?d», (1) 

SVyqds=^Vqd<: (2) 

In  equation  (1)  ds  is  an  element  of  a  surface,  TTi^  the  unit 
normal  at  ds,  dp  a  vector  element  of  the  boundary,  and  q  a 
quaternion  function  of  a  point  in  space.  In  equation  (2)  d? 
is  an  element  of  volume,  ds  an  element  of  the  bounding  sur- 
face, Uv  the  unit  normal  at  ds  pointing  away  from  the  region 
bounded.  If  the  surface  in  (1)  contain  lines  of  discontinuity, 
or  the  volume  in  (2)  surfaces  of  discontinuity  in  q,  the  equa- 
tions are  still  true  if  such  lines  and  surfaces  of  discontinuity 
are  included  in  the  boundary  of  the  region.  In  such  a  case, 
of  course,  the  elements  dp  and  ds  will  each  occur  twice  in  the 
integrals  (1)  and  (2)  respectively,  namely  once  for  each  of 
the  two  regions  bounded  oy  the  element. 

I.  Potentials* 

In  the  volume  and  surface  integrals  that  are  now  required 
it  is  necessary  to  pay  attention  to  the  following  convention. 
Let  pa  be  the  vector  coordinate  of  a  certain  point  under  con- 
sideration, and  let  p^  be  the  vector  coordinate  of  the  element 
of  volume  d9.     It  will  frequently  happen  that  we  have  to 

deal  with  integrals  of  the  form  jJf^CO  ^^j  where  <f>  is  any 
quaternion  function  of  a  quaternion  r.  [In  all  the  applica- 
tions below,  <f>  will  be  a  linear  function,  but  this  is  not 
necessary.]     The  form  of  j)  is  a  function  of  p^  only,  and  r  is 

a  function  of  p^^p^  only.  Thus  in  the  expression  V  J3y<A  W^9 
the  only  meaning  that  can  be  given  to  the  differentiations 
implied  by  y  is  such  that  these  differentiations  require  p^  in 
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the  vector  p  — /?„  to  vary.  On  the  other  hand,  in  the  expression 
jJJ  Vi<^(ri)d9  (where  the  numerical  suffixes  imply,  as  through- 
out this  paper  they  will  imply,  that  the  v  with  a  suffix  only 
operates  on  the  symbols  which  have  the  same  suffix)  either 
end  of  p^— n  mignt  be  considered  the  variable  one.  Since  <^ 
will  in  general  involve  other  v's  which  of  necessity  must 
presuppose  p^  to  be  the  variable,  it  is  convenient  to  lay  down 
the  rule  that  for  all  v's  under  the  integral  sign  p^  is  supposed 
to  be  the  variable.  Thus  when  v  crosses  the  integral  sign  its 
sign  must  be  changed,  or 

vjjy<A(r)d9=--j5yvi*(nVv.   ...  (3) 

With  one  exception  the  only  value  of  r  of  equation  (3)  that 
will  be  required  below  is  the  scalar  u  defined  by 

«=T-»(p»-p,) (4) 

It  is  well  known  that  if  q  be  any  quaternion  function  of  the 
position  of  a  point, 

47ry=v*J5J«</rf9 (5) 

or 

47r/7=-vJ5JV"9d9, 

which  gives  by  means  of  equation  (2) 

47r9  =  — vjJuUvy^«  +  VJSJwV?^^ (6) 

Here  q  may  be  discontinuous  at  specified  surfaces. 

Tliis  is  the  theorem  in  potentials  spoken  of.  To  show  that 
it  is  really  useful  let  us  apply  it  to  an  electrical  problem. 

Maxwell's  theory  of  the  electromagnetic  field  is  well  enough 
known.  Let  us  denote  by  the  term  "  the  ordinary  theory  " 
what  is  now  to  be  described.  In  the  ordinary  theory  there  is 
a  certain  vector  connected  with  an  electromagnetic  field, 
called  the  vector  potential.  This  vector  consists  of  two  parts, 
one  depending  solely  on  the  magnetism  of  the  field  and  the 
other  depending  solely  on  the  currents  of  the  field.  The 
vector  magnetic  force  at  a  point  also  consists  of  two  such 
parts.  On  the  ordinary  theory,  the  magnetic  part  of  the  vector 
potential  A  and  the  magnetic  part  of  the  magnetic  force  H 
are  given  in  terms  of  the  magnetic  moment  I  per  volume  by 
certain  equations  investigated  in  the  3rd  Part  {Magnetism) 
of  Maxwell's  '  Electricity  and  Magnetism.'  On  the  ordinary 
theory  J  the  second  part  of  each  is  obtained  by  assuming  that  each 
(closed)  elementary  current  produces  terms  in  A  and  H  that 
would  be  produced  by  Hie  corresponding  magnetic  shell. 
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Maxwell  makes  no  snch  assumptions  as  these,  and  does  not  . 
show  that  they  are  on  his  theory  true — as,  indeed,  he  was  not 
called  upon  to  do.  It  is  of  interest,  then,  to  inquire  whether 
they  are  true  on  his  theory.  At  a  surface  of  discontinuity 
in  any  physical  quantity  let  the  two  regions  bounded  be 
denoted  by  the  suffixes  a  and  6,  and  let  us  for  brevity  write 
Da+6  iiistead  of  []^+  []j.  Thus,  for  instance,  Uv^  will  be  a 
unit  normal  pointing  away  from  the  region  a,  i.  e.  into  the 
region  6,  and  [Ui']„^5=0,  or  Uv^=  — Ui'j.  In  place  of  the 
above  assumptions  Maxwell's  theory  gives 

47rC=:VvH (7) 

[VUvH]a+6==0 (8) 

VvA=B=H  +  47rI (9) 

[SUvBja+6  =  0 (10) 

It  appears  rather  a  formidable  problem  to  deduce  the 
ordinary  theory  from  these  equations,  and  to  do  it  directly  by 
Cartesians  would  require  rather  a  bewildering  array  of  symbols. 

Before  proceeding  to  see  what  expressions  the  ordinary 
theory  gives  for  A  and  H  in  terms  of  I  and  C;  it  is  convenient 
to  deduce  from  equation  (10)  the  equation 

[VUvAL^.=VUv.  W, (11) 

where  W  is  some  scalar  function  of  the  position  of  a  point* 
Equation  (10)  may  be  written 

SUv,B._,=0,  or  SUv.vA,_,=0. 
.'.  by  equation  (1)  above  JSdp^  A^_j  is  zero  for  any  closed 
curve  drawn  on  the  surface.  .'.  jSdp^A^_^  has  the  same 
value  for  any  two  reconcilable  paths  on  the  surface  from  one 
definite  point  to  another ;  t.  e.  the  resolved  part  of  Ka^h 
paraUel  to  the  surface  is  the  resolved  part  of  v  W  parallel  to 
the  surfSsice,  where  W  is  some  scalar.     Thus 

Uv.VUvA-»= Uf.VUv.VW. 

Multiplying  by  Uv,  we  get  equation  (11). 

The  ordinary  theory  gives  the  following  equations.  De- 
fining Ao  and  A  by  the  equations 

Ao=J[SyMCd9, ^   .    (12) 

"  =  -JffSlvt*i9,      ....    (13) 
it  will  follow  that 

A=Ao+J5yVlvMd9,  ....    (14) 

H=— v^  +  V^«      ....    (15) 
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i.  e.  fi  is  what  is  called  the  magnetic  potential,  Aq  is  the  part 
of  the  vector  potential  dne  to  currents,  and  vAq  the  part  of 
&e  magnetic  force  due  to  the  same  cause.  The  statements 
that  the  parts  of  H  and  A  due  to  magnetism  are  vjlil'i'Sl V^^ 
and  jJjVlyud?  respectively  are  taken  directly  from  the  third 
part  of  Maxwell's  ^  Electricity  and  Magnetism/  It  remains 
to  prove  that  the  parts  of  H  and  A  dne  to  C  are  T7^uCd^  and 
^uCd9  respectively.  Since  the  *  part  of  H  due  to  magnetism 
is  vjjySlvw^i^i  the  part  of  H  contributed  by  a  shell  of 
strength  c  is 

=  — cjJvVUvVM  =  c^^YTJv^uds  =c\^ ^udp[eqxiaiion(l)  above]. 

Hence  the  part  of  H  contributed  by  C  is  vjJJwCJ?.  This 
proves  equation  (15). 

Since  the  part  contributed  to  A  by  I  is  jJTVlvi/rfy,  the 
part  contributed  by  the  shell  is  c^YJJv^uds^^udp.  Hence 
the  part  contributed  by  C  is  jJjuCtf?.  This  proves  equation 
(14). 

It  remains  to  see  how  far  Maxwell's  theory  agrees  with 
equations  (12)  to  (15).     Since  Sv(VvA)=0,  we  have  from 
equation  (9)  SvH=  —  47rSvI.     Hence  from  equation  (7) 
VH=4ir(C-SyI). 

Again,  from  equation  (10),  [SUvH]a+6=— 4ir[SUFr|a+*. 
Hence  from  equation  (8), 

[UvH]a+»=-4ir[SUvI]a+5. 
PuttiDg  then  in  equation  (6)  y=H, 

H= vjy^*SUv  M«  +  vJ55«'(C-SvI)d9 
=vJ3J(wC  +  Slvu)d9 
by  equation  (2).     This  is  equation  (15). 

Again,  substituting  A  for  7,  and  utilizing  equations  (9),  (11), 
4^A=vJ3yu(H  +  4^I)rf9-vJJ«VUvaVW(fo 

+  V(-JJt/SUvAd«+JJfuSvAd9). 

*  In  what  followfl  I  deliberately  give  in  tbeir  quaternion  form  certain 
reeulti;  that  might  be  quoted  from  Maxwell's '  Electricity  and  Magnetism/ 
m  Older  to  show  that  the  problem  when  thus  worked  out  at  ndl  is  bj 
no  means  a  long  one  when  treated  hj  means  of  qoatenuons. 
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Here,  as  usual,  the  element  ds  is  taken  twice,  viz.,  once 
for  each  region  bounded,  except  in  the  expression 

where  it  is  taken  only  once. 

This  last  expression  requires  transformation.  If  the  surface 
of  discontinuity  in  B  or  VyA  is  not  closed,  we  see  by  equation 
(11)  that  the  component  of  vW  parallel  to  the  surface  is 
zero  at  the  edges  ;  s.  ^.,  W  is  constant  at  the  edges.  Let  Wo 
be  this  constant  value.     In  this  case 

=V^jy(W-Wo)VUv„vwA-j'«(W-Wo)rff)^equation(l)]. 

The  line  integral  is  zero  •.'  W=Wo  at  the  edges.     The  sur- 
face integral  gives 

-jJ(W-Wo)ViVUv„Vit^id«=jJ(W-Wo)VUv.V.V«d« 

=  -JJ(W- Wo)SUv,v.  V^«[-.-  V'^=0]  =  vJJCW- Wo)SUv,v'/rf*. 

If  the  surface  is  a  closed  one  we  may  regard  any  point  on 
it  as  the  bounding  curve,  or  we  may  proceed  thus : — 

-jyuVUvavWd«=  -J5JV^V(wW)d9  [equation  (2)] 

Hence 

-  vJJwVUv^vWd«= vjyWVUv^Vw^= VJJWSL\vwrf« 
by  the  same  transformation  as  for 

Defining  then  the  scalar  w  by  the  equation 

47nr=jy(W-Wo)SUv^V»^«--jJaSUvArf5+J3yuSvAi9, 
we  have 

49r(A- v^)=4^J35^IV"^9  +  jJJVHvudv 
and 

j]yVHvt/*=J5yMVvHd9+jJwVHUvd«  [equation  (2)] 

=47rJ5yuW9  [equations  (7),  (8)]. 
Hence 

A=Ao+J5JVlvMd9  +  Vw?,    ....    (16) 

so  that  Maxwell's  theory  differs  from  the  ordinary  theory 
solely  by  having  an  arbitrary  vector  of  the  form  ^w  in  A. 
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II.  Curvilinear  Coordinates. 
Let  <b  be  the  stress-function,  so  that  the  equation  of  motion 
of  an  elastic  solid  is 

^  +  DP=D€, (17) 

where  D  is  the  density,  P  is  the  external  force  per  unit  mass, 
€  is  the  (small)  displacement  of  a  point,  and  <^A  is  defined  by 
the  equation 

*^=f +f +^ (") 

Required  to  deduce  from  equation  (17)  Lame's  transforma- 
tion into  curvilinear  coordinates.  Changing  the  p,  S,  T,  U, 
b/S«ij  S/b*2,  S/d*ii>  of  equations  (43),  §  237  of  Ibbetson's 
'  Elasticity,'  into  D,  L,  M,  N,  D^ ,  D„  D^  respectively,  those 
equations  become 

DcP  +  D„N  +  D:M  +  D(S  -u) 

=  (P-Q)ft!r^+(P-R){«-,  +  N(2.,isr^  +  ,isrf)-hM(2.^,  +  ^^)  (1&) 
and  two  similar  equations.     The  notation  is  as  follows  : — 

0= constant,  17= constant,  (^=  constant,     .     .  (20) 

are  three  families  of  surfaces  cutting  everywhere  orthogonally. 
^-CT^,  j«r-*  are  defined  as  the  curvatures  of  the  normal  sections 
of  the  f  surface  through  the  tangents  to  the  f  17  and  f  f  curves 
respectively.  If  I,  J,  K  be  unit  vectors  normal  to  the  three 
surfaces  f ,  17,  ^  respectively,  then  P,  Q,  R,  L,  M,  N,  S,  H,  Z, 
UjVjWy  are  defined  by  the  equations 

<^I=PI-|-NJ+MK,  Ac,  &c.      .     .     .     (21) 

P=SI  +  HJ+ZK (22) 

e  =  wI+tJ -hwK (28) 

Lastly,  Df,  D„  D^  denote,  not  difibrentiations  with  regard 
to  f ,  f),  ?,  but  differentiations  per  unit  length  in  the  directions 
of  I,  J,  K  respectively.     So  much  for  the  rather  formidable 

*  It  will  be  noticed  that  while  giving  the  same  definition  as  Ibbetson 
(<  Ekfiticity,'  §  282)  of  ^«r^,  ^t^^  equation  (19)  is  not  the  same  with 
reference  to  these  symbols  as  bis  equation  (48)  §  237.  This  is  because 
his  definition  is  inconsistent  with  the  meanings  he  assigns  to  the  symbols. 
To  obtain  those  meanings  he  ought  to  give  the  inconvenient  definition  that 
^isr  .  J^^  are  the  curvatures  of  the  normal  sections  of  (  through  the 
tangents  to  ({,  (rf  respectively.  This  is  simply  illustrated  by  equation 
(156)  §  248,  where  with  0  for  colatitude  and  »  for  longitude  'he  asserts 
that  ^'C^ss  — cot  ^/r,  whereas  with  his  definitions,  which  I  adopt,  this 
should  clearly  be  ^flr^s  —cot  $/r. 
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notation.     Now  compare  the  following  proof  with  the  Car- 

'  We  have 

.    .    (24) 


tesian  one  given  in  Ibbetson's  'Elasticity/  §  237. 


Henoe 

or  in  full 

<^A=Df(PI+NJ  +  MK)  +  D,(NI+QJ+LK) 

+  Df(MI  +  LJ  +  RK)-^(DfI  +  D,J  +  D^K)   .  .  (25) 
Since  the  curve  ril^  is  a  principal  line  of  curvature  on  each  of 


the  surfaces  i;  and  ?  (Dupin's  theorem)  it  is  obvious  (see 
figure)  that  if  a  point  move  with  unit  velocity  along  it, 
carrying  the  svstem  I,  J,  K  of  vectors,  this  system  will  be 
rotating  with  (vector)  angular  velocity 

Hence 

DfI=,V+C^».^,    D^=-.,isr^I,    DfK=:-^,I  .   (26) 

and  therefore 
<^(DfI  +  D,J  +  DfK) 

=  I{PGt!r,  +  ^f)+N(,t!r^  +  ,tirf)+M(;tsrf+^,)}+J{}  +  K{}-    (27) 
Hence 

^A  =  H(Df-e^,-^tirc)P+ (D,^,isr^-,isrf)N  + (D;-^f-f8r,)M} 
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^es  of  F  and  € 
on  (17)  we  get 

,  find  the  strain 
letoe,  t•«•le*' 
.    .     .    .    (29) 
le  coordinates  of 

...     (30) 
fttion(24),veget 

:(Dttr+«*r,«)[eq-(26)l 

,2i7=-.-l    .    (31) 

,2c=...J 

Blastioity.' 

n. 

Icnlus  of  Variations' 

;d  G  any  function  of 
J^bettreefnnctaon. 
•"■When  expressed  in 
.  and  wben  express^ 
;,B4>/^v,letGbede. 
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Then  shall 


1' 


-nBr_B  /B(nr)\_B  /B(nr)\     d/d(nr)\ 

We  may  omit  the  first  term  on  each  fiide  since  it  is  easy  to 

830  that  bG/di?=br/B^. 

Expressed  iu  quaternion  language  this  may  be  put  thus : — 
Let  V  be  any  scalar  function  of  />  a  vector,  and  G  any 

scalar  function  of  />,  r,  and  yv.     Let  p  be  a  function  of  p. 

When  expressed  in  terms  of  p\  let  v  be  denoted  by  t/;  and 

when  expressed   in  terms   of  //,  t/,  and  v'»'   [v'  standing 

towards  />'  as  v  towards  p],  let  G  be  denoted  by  G'.    Lastly, 

let 

^  SdpJdp^dpJ 
^dpadptdpc^ 

where  rfoa?  rfp*,  dpe  are  three  arbitrary  increments  of  p  and 
rfpa'j  ^p&  y  dpe\  the  conscqucnt  increments  in  p'.     Then  shall 

where  v,  1/  stand  for  yr,  yV,  and  Vwj  Vv'  stand  towards  v,  v' 
as  v>  V'  towards  p,  p'. 
We  have 

rfp'=— Srfpvip'=xrfp 
say.    Also 

Sdp  vt'= S</p'vV=  Sc/px'vV, 
where  as  usual  ;^  stands  for  the  conjugate  of  ;^.     Hence 

or  generally 

Airain, 

Hence 

V«'G'=XV.G. 
Hence 

Svv,G=Sx'V.'Xi-V.iGi' 

SA'xx-V'v.  G.'  +  Sxi'-VVi'v.'G' 

=  Sv'v.'G'  +  8xi'-'x'v/V.'G'. 
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Now 

xi'-VW=-x'-xi'vi'  [•.•x.'-x/vi'=vi-o] ; 

and,  as  will  be  proved  directly,  Wi~*Xi'Vi'=0>  so  that 
Hence 

This  theorem  is  a  particular  case  of  one  of  several  allied 
quaternion  theorems  that  I  have  found  very  useful  in  Physics, 
but  which  have  not  yet  been  published.  The  proof  just  given 
is  not  the  simplest  or  most  natural  quaternion  proof,  but  is 
the  simplest  I  can  furnish  when  the  theorem  is  divorced  from 
what  may  be  called  its  natural  surroundings. 

It  still  remains  to  prove  that  »ni"*;^i'y/=0.  If  it  were 
assumed,  which  is  true,  and  which  ought  to  be  thoroughly 
familiar  to  every  mathematical  physicist,  that 

the  statement  would  be  obvious.  As  unhappily,  however,  this 
is  not  generally  known,  the  following  indirect  method  of 
proof  may  be  adopted.  Take  p  and  pf  as  the  coordinate 
vectors  of  any  point  in  two  different  positions.     Then 

0==jyUvd«=^m-yWdy-J5JmrVVi'^?'[eqiiation(2)]. 

This  being  true  for  any  space,  is  true  for  a  single  clement  d^% 
and  therefore  Wi"^Xi'vi'=0-     The  assumption  that 

is  easily  seen  to  follow  from  the  definition  of  m.  For  Uv^« 
may  be  taken  as  Ydptdpe  and  JJv^d^  as  Ydpi/dpjy  so  that  the 
dennition  of  m  gives 

8dpJJvd8=m'^&dpJUvfdi/=:m-^&dpj(;Wd^. 

IV.  An  Integral  of  the  Equationa  of  Fluid  Motion. 

The  integral  I  am  about  to  give  I  do  not  propose  to  prove^ 
because  what  seems  to  me  the  best  quaternion  proof  requires 

{roperties  of  quaternions  not  proved  in  Tait's  *  Quaternions.' 
t  has  been  said  over  and  over  again  that  quaternions  in  Physics 
are  only  useful  for  expressing  the  results  obtained  by  other 
processes,  and,  perhaps,  occasionally  for  furnishing  a  neater 

¥roof  of  a  truth  when  it  has  been  discovered  by  other  means, 
o  persons  holding  such  views,  of  course  there  can  be  no 
difficulty  in  furnishing  a  Cartesian  proof  of  a  quaternion 
theorem.  I  will  enter  very  fully  into  detail  in  the  statement 
of  the  theorem,  to  leave  no  doubt  as  to  the  meaning. 
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Let  p  be  the  pressure,  a  the  (vector)  velocity,  and  v  the 
force  potential  at  any  point  of  a  fluid.  Let  ^dpl(density)  be 
put  as  usual  =P.  Let  djdi  denote  differentiation  with  regard 
to  time  which  follows  the  motion  of  matter.  The  fluid  may 
be  finite  or  infinite,  and  there  may  be  any  possible  kind  of 
discontinuity  in  the  motion.  (V^  denotes  a  surface  integral 
taken  over  the  true  boundaiy  of  the  fluid  (including  the 
surface  at  infinity  if  the  fluid  is  infinite).  (V  denotes  a  surface 
integral  taken  over  this  true  boundary,  and  also  over  both 
sides  of  any  surface  of  discontinuity,  which  is  thus  supposed 
to  bound  the  region  on  both  sides.  The  surface  to  which  jj^ 
refers  may  not  always  contain  the  same  fluid  particles,  since 
for  instance  fissures  may  form  leading  to  new  parts  of  the 
true  boundary,  or  such  fissures  may  close  up.  When  a 
fissure  is  in  process  of  formation  fT  refers  to  the  boundary 
thus  created  from  the  instant  when  the  portions  of  fluid 
begin  to  move  asunder.  Let  t  be  twice  tne  (vector)  spin ; 
f.  e,  T=Y^a'.  Let  n  be  the  convergence  ;  i.  /».  n=Sv^.  Let 
N  be*  the  surface  expansion;  t. r.  N=— SUvo*.  Let  u  be 
defined  by  equation  (1)  above.     Then 


M..P)=JJ(..P)su.w.-{JJ,.l».f..^^ 


Ut      ) 


-JjyS{VaT-n<r+v(«r'/2)}v«<^5.     .     (32) 
This  may  be  put  also  in  the  form 

4^{^+Y-a^l2)=  fj  (»  +  PjSUi'V«rfj-  |f(<7»/2)SUi'V«rf» 

The  usual  integral  for  an  infinite  irrotational  continuously 
moving  fluid, 

can  easily  be  shown  to  be  a  particular  case.     It  may  be 
noticed  that 

VcTT— 710-=  —Y^a-a-y 
and  therefore 

—  Svw(Vo-T— ncr)  =  S^u^aa. 

*  It  might  be  thought  that  in  analogy  to  n  it  would  be  better  to  put 
N=SUyo-,  but  by  considering  the  analogy  between  ordinary  convergence 
and  a  contracting  bubble  it  will  be  seen  that  the  definition  of  N  given  is 
perhaps  better.  It  must  be  remembered  that  \Jv  points  from  the  Jluid 
oounded  and  therefore  into  the  bubble. 


Digitized  by 


Google 


492  Mr.  A.  M^^Aulay  on  Quaternions  as  a 

I  sought  and  found  the  integral  in  attempting  to  consider, 
from  a  fresh  point  of  view,  Sir  William  Thomson's  vortex-atom 
theory  and  Prof.  Hicks's  proposed  modification  of  it ;  and 
though  I  have  not  made  any  serious  attempt  to  apply  it  in 
this  direction,  I  still  think  that  it  can  be  made  of  use  in  dis- 
cussing how  large  groups  of  vortices  act  on  other  large  groups. 

There  would  be  apparent  attractions  or  repulsions  of  a  defi- 
nite kind  between  vortices  if  the  acceleration  da/dt  could  be 
expressed  as  a  function  of  the  vortices.  In  both  the  theories 
just  mentioned  the  fluid  is  assumed  to  be  incompressible  and 
subject  to  no  external  forces,  so  that  v=0.  In  Sir  William 
Thomson's  theory  the  fluid  is  unbounded,  and  in  Prof.  Hicks's 
it  is  infinite  but  bounded  at  certain  places  by  what  may  be 
called  bubbles.  In  these  bubbles  the  pressure  is  zero.  We 
have  then  from  equation  (32)  for  both  cases 

4,r^=v{  JJ«^^  +J3JS{VaT-v(«^/2|v«d9};  (34) 

SO  that  the  vortices  will  move  as  though  subject  to  a  force 
potential  to  given  by 

4™=-JJ«^^>-i'j'JS]V<TT-v(<T»/2)}V«'^?.    (35) 

I  do  not  propose  to  discuss  the  bearing  of  these  results  here. 
1  merely  give  them  to  indicate  that  the  integral  just  given 
may,  notwithstanding  its  apparent  complexity  when  stated 
perfectly  generally,  prove  of  great  utility. 

A  very  difierent  form  may  be  given  to  the  above  integral. 
It  will  probably  hint  to  one  familiar  with  quaternion  methods 
one  way  of  proving  the  result.  It  is  convenient  to  change 
the  notation.  Instead  of  the  former  a,  Uv,  d*,  d?,  and  y, 
write  now  c/,  Ui/,  d/,  d<;\  and  y'.  Let  p',  the  vector  coordi- 
nate of  any  point,  be  supposed  a  function  of  an  independent 
variable  vector  p  (say  the  coordinate  of  the  point's  initial 
position),  and  t  the  time.  '  Let  u  now  stand  for  the  reciprocal 
of  the  distance  between  two  points  in  the  p  space,  instead  of 
as  just  now  in  the  p'  space.  Similarly  let  Uv,  d«,  dy,  and  v 
refer  to  the  p  space.  Finally,  let  o*=— ViSo*'/?/.  Then 
instead  of  equation  (32)  we  may  write 

47r(t;  +  P) = Jj4(i?  4  P)SUi'Vw  ds-h^  Syw v(<^'V2)* 
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V.  A  particular  Integral  in  the  Theory  of  Elasticity. 

Consider  an  elastically  isotropic  soKd  in  equilibrium  under 
arbitrary  external  bodily  forces.  Let  €  be  the  (small  vector) 
displacement  at  any  point.  Also  let  P  be  the  external  force 
per  unit  volume.  Then  [Thomson  and  Tait's  '  Natural  Philo- 
sophy/ §  698,  equation  (7)]  the  equation  of  equiUbrium  is 

Nv^€  +  MvSv€='^€=P;    ....     (37) 

where  M,  N  have  been  put  for  Thomson  and  Tait's  m,  n 
respectively,  and  where  -^  is  a  symbolic  self-conjugate  linear 
vector  function  of  a  vector, 

we  have 

^-'a)=-T-V{N-'ai  +  (N-^-[N+M]-OUvSa)Uv^ 

[Here  it  is  assumed  that  if  i 

A©— Bi  Si(o  =  '^a>ssTf 
then 

T=^-'©sA-'ft)+(A-'-[A  +  B]-OtSta), 

which  can  be  easily  verified,  if  not  obvious,  by  operating  on 
the  last  equation  by  yp''].     Therefore  by  equation  (37), 

6=f-»F=N-'v-'F-MN-'(M+N)-'v-*Sv"'F.   .    (38) 
By  equation  (5)  a  particular  value  of  v"*^  is  given  by 
47rv-^=J[SJwFd9; 

and  the  integration  may  be  supposed  extended  over  the  given 
region,  or,  in  addition,  over  any  external  region  where  P  may 
be  given  any  convenient  values.     Again, 

47rv-'Sv"'F=47rv-'Sv  V*F= v~'Sv  J5JwFd9= jjJSPv .  V"'"  *• 

Since  we  are  seeking  only  a  particular  solution  any  particular 
value  of  V"'^  will  serve,  rutting  a-  for  the  pb-^Pa  of  equa- 
tion (4)^  it  is  known  that 

so  that 

Hence 

87rN(M+N)€=  J3y{2(M  +  N)nP  +  MSPv.U<rf  *  .    (39) 

is  a  particular  solution  of  equation  (37) . 

If  these  svmbolic  methods  be  objected  to— though  they  are 
just  as  legitimate  as  the  ordinary  symbolic  methods  adopted 
for  discovering  particular  solutions — ^they  may  be  regarded  as 

FhU.  Mag.  S.  5.  Vol.  33.  No.  205.  June  1892.       2  L 
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famishing  only  a  hint  of  a  particular  solution,  and  the  very 
easy  verification  that  equation  (39)  really  is  a  particalar 
solution  of  equation  (37)  may  follow. 

This  form  of  the  particular  solution  is  not  the  same  as 
Thomson  and  Tait's  [*  Natural  Philosophy/  §  731,  equa- 
tion (19)],  and,  for  aught  that  appears  above,  may  be  a 
particular  solution  different  from  theirs.  It  is,  however,  the 
same  as  theirs.  To  verify  this,  express  SPy  .  Dcr  in  terms  of 
P  and  m~*SPv  .  V^j  *^^  • — 

SPv .  Ucr=  SPv .  (««•)  =  — wP  +  ^rSPyw, 

SPy .  vw=  -SPy .  (uV)=M«P-3MVSPyu. 

Eliminating  SPyu, 

SPy .  U<r=  -f  uP-iw-»SPy .  yu. 

Equation  (39)  thus  becomes 

247rN(M  +  N)€=J3J{2(2M  +  3N)uP-Mu-«SPy.yu[rf9,(40) 

the  form  given  by  Thomson  and  Tait. 

Thomson  and  Tait  regard  this  particular  solution  as  the 
solution  of  the  statical  problem  for  an  infinite  solid.  In  this 
case  some  law  of  convergence  must  apply  to  P  to  make  these 
integrals  convergent.  Thomson  and  Tait  (^Natural  Philo- 
sophy,' §  730)  say  that  this  law  is  that  Pr  (where  r  is  the 
distance  from  some  arbitrarv  origin  at  a  finite  distance)  con- 
verges to  zero  at  infinity.  This,  I  think,  can  be  disproved  by  a 
particular  case.  Put,  from  r=Otor=a,P=0;  and  from  r^a 
to  r=QO ,  Pr=r"""«  ;  where  «  is  a  constant  vector,  and  fi  is  a 
constant  positive  scalar  less  than  unity.     Equation  (89)  then 

gives  for  the  displacement  at  the  origin,  due  to  the  part  of 
le  integral  extending  throughout  a  sphere  whose  centre  is 
the  origin  and  radius  K(>a), 

_     M  +  3N    R'-«-a'-« 

^"3N(M  +  N)       1-n      ""• 

Putting  R=QO ,  we  get  e=x> .  The  real  law  of  convergence 
does  not  seem  to  be  worth  seeking,  as  the  practical  utility  of 
equations  (39),  (40)  is  owing  to  tne  fact  that  either  of  them 
is  a  particular  integral  for  a  finite  body. 

VI.  Tlie  Transference  of  Eivergy  through  an  Electric  Fidd. 
What  follows  is  generalized  in  a  paper  about  to  be  pub- 
lished.   It  is  given  here,  as  it  will  probably,  even  in  the 
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particnlar  form,  interest  such  physicists  as  listen  to  the  paper. 
Prof.  Poynting's  theories  of  the  transference  of  energy 
through  an  electromagnetic  field  are  to-day  universally  known. 
In  the  Philosophical  Transactions,  1884,  part  ii.  pn.  343  to 
349,  he  attempts  to  prove  that  the  energy  in  the  neld  has  a 
time-flux  t  given  by 

49rT=VEH, (41) 

where  £  and  H  are  the  electromotive  and  magnetic  forces 
respectively.  In  the  Brit.  Assoc.  Reports,  1885,  pp.  151, 
152,  Prof.  J.  J.  Thomson  points  out  that  Prof.  Poynting^s 
reasoning  is  open  to  criticism ;  and  that  v,  given  by  u  =  t  +  V yo- 
(where,  if  <r  is  discontinuous  at  any  surface,  the  tangential 
component  is  not  so)  will  serve  equally  well,  if  assumed  to  be 
the  time-flux  of  energy,  according  to  Prof,  Poynting's  reason- 
ing, to  explain  the  known  facts.  Put  47ro-='4rH,  where  ^  is 
the  electrostatic  potential.  [Note  that,  in  order  that  this 
value  of  (T  may  satisfy  the  surface-conditions  just  mentioned, 
'V  must  be  continuous.]    We  get  as  the  time-flux  of  energy, 

4iri;=47rr + Vv(^J^)  =  V{E  +  v^)H +  47r*C, 

where  C,  the  current,  is  put  in  place  of  Y^JL/iir.  Substituting 
from  equation  (10)  §  599  of  MaxwelPs  ^Electricity  an 
Magnetism,'  viz. 

E=VGB-BA/5^-V^, 

where  G  is  the  velocity  of  matter  at  the  point  in  question,  we 
see  that  for  a  steady  field, 

u^^C; (42) 

so  that,  assuming  v  instead  of  t  to  be  the  true  time-flux  of 
energy,  in  this  matter  of  the  transference  of  energy  through 
the  field,  as  in  so  many  other  respects,  C  the  current  and  ^ 
the  potential  are  the  exact  analogues  of  a  liquid  current  and 
the  pressure.  Compare  this  wim  the  very  different  conclu- 
sion of  Prof.  Poynting  (Phil.  Trans.  1884,  part  ii.  p.  361:)— 
"  I  think  it  is  necessary  that  we  should  realize  tnoroughly 
that,  if  we  accept  Maxwell's  theory  of  energy  residing  in  the  • 
medium,  we  must  no  longer  consider  a  current  as  something 
conveying  energy  along  the  conductor."  According  to  the 
present  result,  in  a  steady  field  the  sole  means  of  conveyance 
of  energy  would  be  precisely  the  means  Prof.  Poynting  warns 
us  against,  namely  tne  electricity  itself. 
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LYII.  On  the  Construction  of  a  Colour  Map. 
By  Waltbr  Bailt,  M.A.* 

[Plate  vra.] 

BY  the  term  Colour  Map  I  mean  a  diagram  each  point  < 
which  defines  by  its  position  some  particular  coloi] 
Such  a  colour  map  was  designed  by  OlerK  Maxwell  in  ^^ 
form  of  a  triangle,  the  angles  of  which  were  occupied 
certain  colours,  and  all  other  colours  were  treated  as  mixtu 
of  these  three  primary  colours,  the  composition  of  the  mixtui 
for  the  colour  which  occupied  any  |>articular  point  in  the  i 
angle  being  indicated  by  the  length  of  the  perpendicuL 
from  that  point  on  the  sides  of  the  triangle. 

Now  trilinear  coordinates,  although  they  aflford  very  elega 
methods  for  the  solution  of  certain  problems,  are  by  no  me 
so  generally  useful  or  so  intelligible  as  the  ordinary  rectal] 

fular  coordinates  ;  and  the  fact  that  every  colour  can 
efined  by  means  of  a  spectrum  colour  and  white  light 
gested  to  me  the  constriKstion  of  a  colour  map  vdth  rectanguli 
coordinates,  in  which  measurement  in  one  direction  shoulj 
indicate  the  wave-length  of  the  spectrum  colour  employe 
and  measurement  at  right  angles  to  it  should  indicate 
quantity  of  white  light  employed  in  defining  the  colour. 

Let  us  take  a  vertical  line  to  represent  tiie  spectrum, 
lower  end  giving  the  red  of  the  spectrum  and  the  upr 
the  violet.  The  spectrum  is  supposed  to  be  formed  so 
equal  differences  of  length  measured  along  the  spectrun 
represent  equal  differences  in  the  wave-length  ;  and  when  tt 
quantity  of  colour  at  any  point  of  the  spectrum  is  mentione< 
it  is  intended  that  a  definite  small  part  of  the  spectrum  abou 
that  part  is  to  be  taken.  Now  all  colours,  except  the  purple 
can  be  formed  by  adding  white  light  to  a  spectrum  colou 
Let  the  amount  of  white  light  required  be  indicated  by  a  lie 
measured  horizontally  to  the  riglU  from  the  proper  point  i 
the  spectrum.  Then  the  given  colour  is  indicated  by  thd 
point  at  the  extremity  of  that  line.  Again,  every  colou 
except  the  greens  has  the  following  property :  viz.  that  if  it ; 
added  in  the  proper  quantity  to  some  spectrum  colour,  whitd 
is  produced.  Let  the  quantity  of  white  produced  be  indiJ 
cated  by  a  line  drawn  from  the  proper  point  horizontally  tol 
the  left.  The  point  at  the  extremity  of  tnis  line  indicates  thel 
given  colour.  In  this  way  a  map  is  obtained  in  which  every! 
colour  has  its  appropriate  position.  The  greens  occur  only  onl 
the  right  hand,  and  the  purples  only  on  Uie  left  hand^  but  alll 

*  Communicated  by  the  Physical  Society :  read  April  8, 18d2. 
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other  colours,  as  they  can  be  indicated  in  both  ways,  occur  on 
both  sides  of  the  spectrum  line. 

In  using  the  term  quantity  of  white  light,  I  mean  that  a 
beam  of  white  light  is  to  be  obtained  in  some  definite  manner 
from  a  definite  source  of  light  which  forms  the  spectrum,  and 
that  the  map  is  to  show  how  much  of  this  beam  is  used. 
Captain  Abney  finds  that  the  positive  pole  of  the  electric  arc 
is  a  source  of  light  of  constant  quahty,  and  uses  it  in  his 
measurements  ;  and  he  indicates  the  quantity  of  white  light 
used  by  the  ratio  between  its  luminosity  and  that  of  the 
spectrum  colour.  It  is  a  more  complicated  matter  to  express 
such  a  ratio  than  to  express  the  amount  of  white  light  only, 
and  I  failed  to  work  into  a  map  Captain  Abney's  method 
of  defining  the  quantity  of  white  light. 

The  principle  on  which  this  map  is  founded  will  come  out 
more  clearly  oy  the  consideration  of  fig.  1,  which  may  be  con- 
sidered as  a  sort  of  colour  staff,  to  borrow  a  term  from  music. 

The  three  horizontal  lines  represent  the  three  colour  sensa- 
tions— Bed,  Green,  and  Violet,  with  such  luminosity  that  the 
mixture  represented  by  equal  lengths  of  the  three  lines  repre- 
sents white  light.  Thus  the  vertical  lines  A,  A',  wherever 
they  may  be  placed,  will  include  between  them  white  light, 
which  will  be  the  more  intense  the  farther  they  are  apart. 
Any  colour  whatever  may  be  represented  by  taking  the  line 
A  as  a  base  and  measuring  ofi^  the  quantities  of  the  sensations 
to  points,  R,  G,  and  V.     The  distances  included  between  A' 
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and  R,  G,  V  give  every  complementary  colour  to  that  repre- 
sented by  R,  G,  V,  and  A.  The  whole  of  the  colours  of  this 
system  are  related  together  only  by  the  position  with  respect 
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to  one  another  of  R,  G,  V — that  is,  only  by  the  difFerencea  R  G 
and  G  V.  But  if  we  express  the  same  colours  at  (say)  half 
the  luminosity,  we  must  reduce  all  these  distances  to  one  half, 
as  in  fig.  2,  and  so  with  any  other  proportion.  It  is  then  not 
the  diflFerences  R  G  and  G  V,  but  the  ratio  of  these  differences 
which  is  constant  for  all  this  system  of  colours.  Hence,  to 
determine  to  what  system  a  colour  belongs  of  which  we  know 
r,  ff,  V,  the  quantities  of  red,  green,  and  violet  sensations 

respectively,  we  have  only  to  obtain  — -• 

In  fig. 4,  PL  VIII.,  the  vertical  line  called " spectrum  colours  " 
is  that  along  which  the  spectrum  is  thrown ;  and  the  lines 
called  "  line  of  no  Red,*'  "  line  of  no  Green/'  and  "  line  of  no 
Violet"  are  lines  to  which  distances  are  to  be  measured  hori- 
zontally from  any  point  to  show  the  quantity  of  red,  green,  and 
violet  sensations  in  the  colour  represented  at  that  point.  When 
these  distances  are  measured  from  points  on  the  spectrum  line, 
they  give  the  amount  of  such  sensation  for  the  corresponding 
spectrum  colour.  The  curves  which  I  have  used  are  not 
intended  to  represent  the  true  form  of  such  curves,  as  it  is 
sufficient  for  explaining  the  principles  of  the  map  that  they 
should  be  curves  having  a  maximum  and  shading  off  on  each 
side.  The  numbers  marked  along  the  "  spectrum  line ''  give 
the  value  of  the  fraction  {T^g)/{g—v)  at  each  point ;  and  it 
will  be  seen  that  the  value  is  large  at  the  red  end  of  the 
spectrum,  probably  beginning  with  infinity,  and  diminishes  to 
zero,  where  the  red  and  green  are  equal.  It  then  changes 
sign  and  remains  negative  until  g  and  r  become  equal,  when 
the  fraction  becomes  infinite  and  again  changes  sign.  For 
the  remainder  of  the  spectrum  the  fraction  continues  positive 
and  passes  from  infinity  to  zero.  The  fraction  {r—g)/{g—v), 
which  may  be  called  the  "  Colour  Index,''  has  therefore  in 
the  spectrum  every  value  from  plus  to  minus  infinity,  and 
has  all  the  positive  values  twice  over.  Every  positive  colour 
index  has  two  spectrum  colours: — one  in  which  the  order  of 
magnitude  of  the  sensations  is  Red,  Green,  Violet,  and  the 
other  in  which'  the  order  is  Violet,  Green,  Red.  In  fig.  1, 
where  the  order  is  that  required,  let  the  lines  S,  S'  give  the 
spectrum  colours.  Then  it  is  clear  that  these  two  spectrum 
colours  are  complementary  to  one  another.  Also  that  the 
colour  represented  by  A  is  equal  to  the  spectrum  colour  S 
plus  the  colour  included  between  S  and  A,  which  is  white ; 
and  also  that  the  colour  at  A  plus  the  spectrum  colour  at  S' 
form  the  white  between  A  and  S'. 

Now  suppose  the  colour  index  negative,  then  R,  G,  V  must 
be  arranged  in  the  order  RVG  or  VRG  (see  fig.  3).     We 
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have  A,  A',  and  S,  as  before ;  but  S',  the  second  spectrum 
colour,  does  not  occur,  inasmuch  as  there  is  no  spectrum 
colour  in  which  green  is  less  than  both  the  red  and  the  violet. 
Hence  the  green,  which  is  represented  by  A,  can  be  defined 
only  by  the  addition  of  white  to  a  spectrum  colour  ;  and  the 
purple,  which  is  represented  by  A',  can  be  defined  only  by 
the  fact  that  when  added  to  a  spectrum  colour  they  can  form 
white. 

To  see  how  what  precedes  is  represented  in  the  Colour  Map 
(Plate  VIII.  fig.  4),  take  any  line  perpendicular  to  the  spec- 
trum-line, say  the  line  in  the  orange  for  which  the  CJolour 
Index  is  I'O,  and  compare  this  line  with  fig.  1.  S  is  the 
point  on  the  spectrum-hne,  Y  is  the  point  at  which  the  ^'  line 
of  no  violet  '^  is  crossed,  and  Gt  and  R  the  points  in  which  the 
lines  of  no  green  and  no  red  respectively  are  crossed,  and  S' 
represents  the  complementary  spectrum  colour,  which  is 
represented  on  the  thick  line  at  the  point  marked  1*0.  This 
thick  line,  along  which  the  figures  are  marked,  represents  the 
spectrum  which  is  complementary  to  that  from  Red  to  Yellow, 
and  itself  extends  from  Violet,  of  which  the  colour  index  is 
zero,  to  Blue,  of  which  the  colour  index  is  infinite.  A  similar 
line  gives  the  complementary  spectram  of  the  part  from  Blue 
to  Violet,  and  itself  extends  from  Red  when  the  colour  index 
is  infinite  to  Yellow  when  it  is  zero.  The  region  on  the  right 
outside  all  the  lines  gives  all  the  colours  to  be  obtained  by  adding 
white  to  a  spectrum  colour ;  and  to  ascertain  the  amount  of 
each  sensation,  we  have  only  to  measure  horizontally  to  the 
line  giving  the  zero  of  that  sensation.  The  region  on  the  left 
outside  alT  the  lines  gives  all  the  colours  capable  of  making 
white  with  spectrum  colours ;  and  here,  again,  to  ascertain 
the  amount  of  each  sensation  we  have  only  to  measure  hori- 
zontally to  the  line  giving  the  zero  of  that  sensation.  It  will 
thus  be  seen  that  the  whole  map  is  really  constructed  on  one 
single  principle.  It  is  obvious  that  if  a  series  of  colours  are 
obtained  by  some  definite  law,  their  positions  on  the  map  will 
lie  on  some  line  straight  or  curved. 

It  remains  to  consider  the  spaces  enclosed  within  the  lines. 
On  the  right  between  the  spectrum-line  and  the  nearest  sensa- 
tion zero-lines  lies  a  space  which  has  a  real  meaning,  as  the 
points  in  it  represent  colours  in  which  the  sensations  have 
certain  positive  ratios  to  one  another  ;  but  these  ratios  give  a 
more  intense  colouring  than  the  spectrum  colours  themselves, 
and  therefore  such  points  cannot  represent  any  colours  which 
can  be  seen  by  a  normal  eye,  because,  as  was  known  to  Newton, 
every  mixture  of  colours  is  more  diluted  than  the  spectrum 
colour  which  it  most  nearly  resembles.     This  region  may  be 
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called  an  abnormal  region.  The  colonrs  it  represents  wonld 
be  visible  to  eyes  more  or  less  colour-bKnd.  There  are  two 
abnormal  regions  on  the  left  of  the  figure  between  the  com- 
plementary spectmm-lines  and  the  red  and  violet  zero-lines 
respectively. 

The  remaining  portion  of  the  map,  viz.  that  lying  hettoeen 
zero  sensation  Imes,  is  of  a  different  nature.  At  any  point 
in  this  region  the  distances  measured  to  the  zero  lines  are  not 
all  in  the  same  direction ;  so  that  one  or  two  out  of  the  three 
sensations  must  be  considered  to  be  negative.  As  no  one 
possesses  a  negative  colour  sensation,  the  colours  represented 
in  this  region  are  imaginary.  This  may  be  called  the 
imaginary  region.  Though  it  has  no  physical  meaning  it 
will  be  found  to  have  its  value  in  connexion  with  the 
geometrical  structure  of  the  map.  As  an  example  of  this, 
consider  the  complementary  spectrum-lines.  They  end 
abruptly,  leaving  a  gap  opposite  tne  green  ;  but  they  may  be 
continued  across  the  gap  in  such  a  way  as  their  general  form 
seems  to  point,  and  this  has  been  done  in  fig.  4,  by  continuing 
the  complementary  spectrum-lines  until  they  meet  in  a  cusp 
at  the  point  on  the  right  marked  — 1*0.  This  extension  lies 
wholly  in  the  imaginary  and  abnormal  region,  and  may  repre- 
sent the  missing  complementary  spectrum  of  green. 

The  map  affords  convenient  methods  for  calculating  the 
effect  of  mixing  colours.  Let  a  colour  which  has  the  sensation 
red,  green,  and  violet  in  the  proportion  ri,  ^i,  Vi  be  represented 
by  ^1  I  ^1  I  Vi.  Then,  if  we  take  two  colours  ^i  |  ^i  |  Vi  and 
^s  I  ^s  J  ^s  I  9  ^6  mixture  of  these  colours  in  the  proportions 
Zi  and  /j  will  give  the  result  ^irj  +  ^r,  |  Ijffi  +  lfffi]  liVi  +  l^Vs. 
The  index  of  this  colour  is 

Let  the  spectrum  colour  having  the  same  index  be  r  |  ^  I  v. 
In  order  to  find  the  quantity  of  white  which  must  be  adaed 
to  this  spectrum  colour  to  produce  the  required  colour,  it  is 
necessary  that  the  luminosity  of  the  colour  should  be  altered 
to  that  luminosity  at  which  the  colour  is  represented  in  the 
map.  This  can  be  done  by  multiplying  the  coefficient  of  each 
sensation  by  the  fraction  {'r^g)l{ti{r^  — ^i)  +  ^^{t^g  — ^j) )  or  one 
of  the  equivalent  fractions.  The  resulting  sensation  co- 
efficients are 

Bed  ....  (/iri  +  Zar2)(^-v)/{ZiOi-t7i)4-i20a-V2)}. 
Green  .  .  (/i5'i  +  /jiS'2)(t?-r)/{/i{vi-ri) +/8(r2— r,)}. 
Violet     .     .     (h'^'\'kv^){T'^g)l{l,ir,^gx)'\'k{rt-9t)h 
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The  coefficient  of  the  white  to  be  added  to  the  spectrum  colour 
is  obtained  while  the  colour  lies  on  the  right  hand  by  sub- 
tracting r  from  the  red  coefficient  above  obtained,  or  bysub- 
tracting  g  and  v  from  the  other  coefficients  respectively.  When 
the  colour  lies  on  the  left  hand,  the  white  is  obtained  by  adding 
r  to  the  above  red  coefficient,  or  g  and  v  to  the  green  and 
violet  coefficients  respectively. 

I  have  applied  tne  formulro  given  above  to  obtain  the 
curves  showing  the  results  of  adding  together  in  any  pro- 
portion two  spectrum  colours  so  related  to  each  other  that 
if  the  first  is  r  |  y  |  t?  the  second  isv  \  g  \r.    The  index  of 

the  second  colour  being  — -  is  the  reciprocal  of  the  index 
of  the  first.  ^""^ 

The  curves  obtained  are  shown  in  fig.  5.  Consider  the 
curve  numbered  2.  This  is  the  locus  of  mixtures  of  the  blue 
whose  index  is  2'0,  and  the  yellow  whose  index  is  0*5.  The 
curve  passes  through  these  two  points  of  the  spectrum,  giving 
the  cases  in  which  a  zero  quantity  of  one  of  the  colours  is 
taken ;  and  every  other  mixture  is  indicated  by  some  point 
on  the  curve  joining  these  two  points  and  lying  to  the  right 
of  the  spectrum-line.  In  this  figure  the  dotted  horizontal 
lines  occupy  the  positions  where  the  indices  are  zero  and 
infinity  respectively,  so  that  the  poiiion  of  any  curve  which 
lies  outside  of  them  must  be  repeated  again  on  the  left  side  of 
the  complementary  spectrum-line.  In  curve  No.  2  two  small 
y)arts  do  lie  outside  the  dotted  lines,  and,  accordingly,  these  two 

E[irts  are  repeated  to  the  left  of  the  complementary  spectrum- 
ne.  We  have  then  the  curve  No.  2  in  three  separate  portions, 
which  it  is  not  possible  to  connect  physicaUy,  as  the  missing 
part  of  the  curve  lies  in  the  imaginary  and  abnormal  regions. 
But  what  is  not  possible  for  physics  is  easy  for  geometry. 
We  cannot  subtract  one  spectrum  colour  from  another,  but 
we  can  subtract  the  lines  representing  the  sensations  in  one 
spectrum  colour  from  the  lines  representing  the  sensations  in 
the  other  spectrum  colour ;  and  so  by  subtracting  one  spectrum 
colour  from  the  other  in  any  proportions  we  can  complete  the 
curve  No.  2  through  the  imaginary  and  abnormal  regions  and 
so  obtain  the  complete  and  continuous  curve.  Curves  Nos.  1 
and  0  have  no  portion  on  the  complementary  side,  but  curves 
Nos.  3  and  4  nave  a  considerable  portion  on  that  side.  A 
new  feature  is  shown  when  we  take  the  locus  numbered  5, 
This  is  sot  by  combining  the  spectrum  indigo,  having  index 
1*0,  ynuL  spectrum  orange,  having  the  same  index.  These 
are  complementary  colours.  When  added  together  in  the 
proper  proportion  they  produce  white,  and  when  added  in  any 
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other  proportion  they  produce  white  plus  whichever  spectrum 
colour  predominates.  Hence  the  locus  consists  of  horizontal 
straight  lines  through  the  two  points  in  the  spectrum  line, 
going  off  to  infinity,  where  the  colour  indicated  is  white, 
considered  as  a  spectrum  colour  infinitely  diluted  ¥dth  white 
light.  Next  consider  curve  No.  7.  The  main  portion  of  the 
curve  lies  to  the  left,  and  starts  from  points  in  the  comple- 
mentary spectrum-line  which  indicate  the  spectrum  colour 
chosen.  The  parts  of  this  portion  which  lie  outside  the  hori- 
zontal dotted  lines  are  repeated  to  the  right  of  the  spectrum- 
line  ;  the  remainder,  obtained  bjr  subtraction,  lies  wholly  in 
the  imaginary  and  abnormal  regions.  All  these  curves  pass 
through  a  certain  pair  of  points,  as  may  be  easily  shown. 
The  first  spectrum  colour  is    .     .     .     r  |  ^r  |  r. 

The  second  is v  j  ^  |  r. 

By  subtraction  of  one  from  the  other,  we  get  a  colour 

r— V  I  zero  |  v— r. 
The  resulting  colour  has  therefore  no  green,  and  has  the  red 
and  violet  equal  in  amount  but  opposite  in  sign.     These  con- 
ditions are  satisfied  at  the  two  points  shown  in  the  figure. 

In  this  figure  the  lines  are  drawn  under  the  condition  that 
the  index  of  one  spectrum  colour  is  the  reciprocal  of  the 
index  of  the  other  ;  but  any  number  of  other  systems  of  lines 
might  be  drawn  showing  combinations  of  two  spectrum 
colours,  so  that  it  is  evident  that  every  colour  can  be  resolved 
into  two  spectrum  colours  in  an  infinite  number  of  ways. 

There  are  three  regions  in  fig.  5  which  are  shaded  to  show 
that  none  of  the  curves  pass  through  them.  These  regions 
might  probably  be  filled  up  by  curves  drawn  through  points 
in  the  imaginary  part  of  the  complementary  spectrum  to 
which  I  have  already  alluded. 

Now  the  complementary   spectrum-line  and  the  curves 

giving  mixtures  of  two  spectrum  colours  have  been  drawn 
y  strict  arithmetical  methods  from  certain  curves  of  hypo- 
thetical form  which  indicate  the  intensity  of  the  sensations 
for  each  point  of  the  spectrum  ;  but  they  Can  also  be  plotted 
out  by  direct  experiment. 

To  plot  out  the  complementary  spectrum-line,  add  to  a 
spectrum  colour  its  complementary  until  white  is  produced, 
measure  the  quantity  of  white,  and  mark  off  a  horizontal  line 
to  the  left  from  the  point  in  the  spectrum  of  a  length  pro- 
portional to  the  quantity  of  white.  The  end  of  this  Hue  is  a 
point  in  the  complementary  spectrum  ;-  other  points  may  be 
obtained  in  the  same  way,  and  the  normal  part  of  the  com- 
plementary spectrum-line  be  drawn. 
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To  plot  out  the  curve  giving  the  mixtures  of  two  spectrum 
colours,  take  a  third  spectrum  colour  and  make  a  colour 
patch  of  the  first  two  colours,  and  another  colour  patch  of  the 
third  colour  and^while.  Keep  the  luminosity  of  the  third 
colour  constant,  and  vary  that  of  the  other  colours  and  the 
white  until  both  patches  are  of  the  same  colour.  Then  measure 
the  quantity  of  white  used  and  mark  off  a  line  from  the 
position  of  the  third  spectrum  colour  to  the  right  propor- 
tional to  the  quantity  of  white.  The  end  of  this  Tine  gives  a 
point  in  the  curve.  By  taking  other  spectrum  colours  as  the 
third  colour  other  points  may  be  obtained.  If,  however,  it  is 
found  impossible  to  make  the  two  patches  of  the  same  colour, 
then  throw  the  three  spectrum  colours  together,  and  keeping 
the  luminosity  of  the  third  colour  constant  vary  that  of  the 
other  two  until  the  three  produce  white  ;  measure  the  quantity 
of  white,  and  mark  off  to  the  left  from  the  position  of  the 
third  spectrum  colour  a  line  proportional  to  the  quantity  of 
white  obtained.  The  end  of  tnis  line  is  a  point  in  the  curve. 
If  both  these  methods  fail  the  point  on  the  curve  correspond- 
ing to  the  third  spectrum  colour  lies  in  the  abnormal  or 
imaginary  regions,  and  cannot  be  determined  by  experiment. 

When  the  derived  curves  have  been  plotted  out  by  experi- 
ment, it  will  be  possible  to  modify  the  hypothetical  forms  of 
the  curves  of  intensity  of  the  sensation  in  the  spectrum  so  as 
to  make  the  curves  derived  from  them  accord  more  closely 
with  the  results  of  experiment,  and  so  to  arrive  by  gradual 
approximation  to  the  true  form  of  those  curves. 


LVIII.  Analysis  of  the  Spectrum  of  Sodium,  including  an 
Inquiry  into  the  true  place  of  the  Lines  that  have  been 
regarded  as  Satellites.  By  G.  J.ohnstonb  Stoney,  M.A., 
D.Sc.y  F.Ii.S.,  Vice-Presidenty  Royal  Dublin  Society'^. 

[Plates  VI.  &  Vn.] 

Introduction. 

N  analysing  spectra,  the  following  definitions  and  distinc- 
tions will  be  found  of  use  : — 

j,  the  jot  of  time,  is  the  time  that  light  takes  to  advance 
one  tenth  of  a  millimetre  in  the  open  aether.  In  the 
open  aether  all  rays  t  travel  this  distance  in  the  same  time, 
which  is  approximately  one  third  of  the  twelfthet  (one 

*  Communicated  by  the  Author.    From  the  Scientific  Proceedings  of 
the  Royal  Dublin  Society,  voL  vii.  part  3. 
t  By  a  ray  of  light  is  meant  the  light  producing  a  line  in  the  spectrum. 
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third  of  the  millionth  of  the  millionth)  of  a  second  of 
time. 

The  microdot  is  the  millionth  part  of  a  jot. 

ji  the  ait'jot  of  time,  is  the  time  that  the  ray  of  mean  refran" 
gibiUty  takes  to  advance  one  tenth  of  a  millimetre  in  air. 
Accordingly  ji^^j^  where  fii  is  the  refractive  index  of 
air  for  the  ray  of  mean  refrangibility.  If  we  regard 
the  ray  whose  wave-length  is  5000  tenthei-metres  as  the 
mean  ray,  then  fii  is  very  nearly  1*000280.  (See  British 
Association  catalogue  of  oscillation-frequencies  in  the 
Brit.  Assoc.  Report  for  1878.) 

X  is  the  wave^ength-in-air  of  a  ray,  expressed  in  tenthet- 
metres,  as  determined  by  Rowland^, 

K  is  the  "  inverse^toave^engthy*^  i.  e.  10*/\.  It  is  the  number 
of  wave-lengths-in-air  which  occupy  one  tenth  of  a  milli- 
metre. 

T  is  the  periodic  time  of  the  waves  of  a  ray  of  light, 
expressed  in  micro-jots.  Hence  T=/aX,  in  which  fi  is 
the  refractive  index  of  air  for  the  ray  of  wave-length  X. 

N  is  the  oscHlation-frequency  in  each  jot  oftime^  i.  e.  the 
number  of  the  oscillations  of  the  waves  of  a  ray  in  each 
jot.     Ii=^te/fi, 

Of  these  quantities  N  is  obviously  the  one  which  is  best 
adapted  to  theoretical  investigation.  It  is,  however,  X  that  is 
observed.  From  this  k  can  be  accurately  deduced,  but  N = x/fi 
cannot  be  accurately  obtained  till  we  know  the  value  of  fi  for 
different  parts  of  the  spectrum.  We  may,  however,  in  a 
theoretical  investigation,  use,  instead  of  N,  any  quantity  pro- 
portional to  it,  e.  g.  /i]N,  where  ui  has  the  value  assigned  to 
it  above.  We  shall  call  diis  n.  It  is  the  oscillation-irequency 
in  each  "  air-jot "  of  time.    Accordingly 

n  is  the  oseHlatvon-frequency  in  each  air^ot  of  time.     It 

Now  Ketteler's  observations  on  the  dispersion  of  air,  though 
not  sufficient  for  the  general  determination  of  /t,  are  enough 
to  satisfy  us  that  fi  does  not  anywhere  differ  more  than  a  very 
little  from  ^i,  its  mean  value.  And  accordinglv,  in  comparing 
our  results  with  observation,  wo  shall  regard  fii/fi  as  nnify, 
and  treat  tc  (the  quantity  furnished  by  observation)  as  if  it 
were  identical  with  n  (the  quantity  required  by  theory). 
With  this  we  must  be  content  until  adequate  determinations 

*  X  is  accordingly  about  l/6000th  more  than  the  wave-length  as  deter- 
mined by  Angstrom. 
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of  fA  for  the  various  parts  of  the  spectnim  shall  have  been 
made. 

Method  of  AnaLym, 

The  spectnim  of  sodium,  so  far  as  it  has  been  explored, 
consists  of  14  pairs  of  lines,  and  of  8  others  which  have  not 
yet  been  seen  to  be  double.  Professor  Rydberg  and  Pro- 
fessors Eayser  and  Runge  independently  discovered  that  all 
the  observed  lines — with  one  remarkable  exception — lie  in 
three  definite  series,  somewhat  similar  to  that  which  Dr. 
Huggins  had  found  in  the  Spectrum  of  Hydrogen  ;  and  they 
have  worked  out  empirical  formulae  which  assign  to  the  lines 
their  places  in  these  series.  The  kind  of  formula  to  be  tried 
was  suggested  by  Balmer's  Law  for  the  lines  in  hydrogen, 
viz. 

«=K^-^> (1) 

where  k  stands  for  the  number  274*263.  In  this  formula  n 
becomes  the  osciJlation-frequencies  of  the  several  hydrogen- 
lines,  when  for  m  we  write  in  succession  the  positive  integers 
3,  4,  5,  &c.  For  the  spectra  of  the  other  light  monads, 
including  sodium,  Bydberg  made  use  of  the  form 

in  which  the  quantities  A,  B,  and  h  have  to  be  determined 
for  each  series.     Eayser  and  Runge  preferred  the  form 

n=A+— 3  +  -^, (3) 

rn?      m*'  ^  ' 

in  which  the  three  constants  to  be  determined  for  each  series 
are  A,  B,  and  C.  Either  formula  can  be  made  to  agree 
tolerably  with  the  observations,  and  sometimes  in  more  uian 
one  way. 

In  a  paper  commimicated  last  year  to  the  Royal  Dublin 
Society*,  tne  present  author  showed  that  each  of  the  three 
series  m  the  spectrum  of  sodium  is  due  to  the  motion  of  an 
electron — a  definite  electric  charge — within  the  molecules  of 
sodium  along  an  orbit ;  or  at  least  to  some  event  taking  place 
within  the  molecules  which  follows  the  same  mathematical 
laws  as  are  furnished  by  such  a  motion  of  an  electron.  This 
motion  may  be  resolved  into  its  elliptic  partials  by  Fourier's 
Theorem  ;  and  it  is  shown  that  each  of  Uiese  elliptic  partials 

*  Stoney,  "On  the  Cause  of  Double  Lines  in  Spectra/'  Scientific 
Transactions  of  the  Boyal  Dublin  Society,  vol.  iv.  p.  6&. 
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Sives  rise  to  a  line  in  the  spectrnm,  which  will  become  a 
oable  line  if  the  partial  is  exposed  to  an  apsidal  shift.  It  is 
also  shown  how  the  relative  sizes,  the  forms,  and  other  infor- 
mation about  the  partials  may  be  obtained  from  the  observa- 
tions ;  and  especially  how  the  periodic  time  of  each  partial 
may  be  deduced  from  the  positions  of  the  two  constituents  of 
the  double  line  to  which  it  gives  rise.  It  is  found  to  be  the 
periodic  time  which  corresponds  to  the  position  midway 
Detween  the  two  constituents  of  the  double  line  on  a  map  of 
oscillation-frequencies. 

Now  the  periodic  times  of  these  partials  are  not  simply  a 
fundamental  period  and  its  harmonics,  as  is  the  case  with  the 
vibrations  that  produce  musical  notes.  Balmer's  Law,  how- 
ever, and  the  empirical  formulae  that  Eydberg  and  Professors 
Kayser  and  Runge  have  found  to  be  suitable,  suggest  that 
they  in  some  way  denend  on  an  event  of  that  simple  character. 
In  fact  this  state  of  tnings  is  represented  mathematically  by  n 
(the  position  of  the  line  on  a  map  of  oscillation-frequencies) 
being  a  function  (probablv  some  simple  function)  of  1/m  ; 
which  it  is  both  in  Balmer  s  Law  and  in  the  above-mentioned 
empirical  formulae. 

In  the  case  of  the  hydrogen  spectrum  this  relation  is  con- 
spicuously placed  in  evidence  by  a  very  simple  diagram.  For 
if  we  write  y  for  1/m,  and  a  for  n,  equation  (1)  becomes 

y*=^. (*-*), m 

which,  if  we  regard  a?  and  y  as  running  coordinates^  is  the 
equation  of  a  parabola.  Hence  the  following  rule — Draw  the 
foregoing  parabola  and  place  its  axis  horizontal.  Erect  an 
ordinate  at  the  distance  k  from  the  vertex.  Double  this  out, 
and,  using  its  double  length  as  unit,  set  off  upon  it  the  har- 
monics 1/2,  1/3,  1/4,  &c.  From  the  points  so  determined 
draw  horizontal  lines  to  the  curve :  these  are  the  values  of  n 
for  the  successive  lines  of  the  hydrogen  spectrum,  on  the 
same  scale  on  which  the  distance  of  tne  ordinate  from  the 
vertex  represents  274*263,  which  is  the  value  of  k  (see 
Plate  VI.  fig.  1). 

Now,  having  regard  to  the  fact  that  the  light  monad  ele- 
ments H,  Li,  Na,  K,  Rb,  Cs  have  all  of  them  series  of  double 
lines  which  appear  to  belong  to  the  same  general  type,  we 
are  justified  in  assuming  that  Balmer's  Law  is  the  simplest 
case  of  a  general  law  which  prevails  throughout  all  the  nglit 
monads.  Hence,  if  the  oscillation-frequencies  be  all  plotted 
down  as  the  horizontal  lines  of  a  diagram  constructed  as 
above  with  a?=n  and  y=l/m,  the  curve  passing  through  the 
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ends  of  the  horizontal  lines  in  the  other  monads  should  be 
some  curve  of  which  the  parabola  is  a  particular  case.  This 
may  happen  in  different  ways,  but  the  simplest  hypothesis  is 
that  they  are  hyperbolas  or  ellipses.  It  appeared  therefore 
to  be  worth  ascertaining  whether  diagrams  with  hyperbolas 
or  ellipses,  instead  of  the  parabola,  would  agree  with  the 
observed  positions  of  the  lines  in  one  of  the  other  monads. 
Sodium  is  the  monad  selected  ;  chiefly  because  of  the  peculiar 
pair  of  lines  that  present  themselves  in  the  spectrum  of  this 
element — which  Rydberg  speaks  of  as  satellites,  and  which 
Kavser  and  Bunge  regard  as  probably  belonging  to  a  fourth 
series  of  lines,  of  which  they  are  the  only  term  that  has  been 
found.  There  seemed  some  ground  for  hoping  that  the 
inquiry  would  reveal  the  true  significance  of  these  lines. 

A  curve  of  the  second  degree,  with  the  axis  of  a  as  one  of 
its  principal  axes,  can  be  drawn  through  any  three  assigned 
points.  We  have  therefore  to  determine  the  ellipse  or  hyper- 
bola that  passes  through  three  of  the  observed  positions,  and 
then  to  ascertain  how  far  the  other  observed  positions  lie  from 
that  curve.     The  following  lemma  makes  it  easy  to  do  this: — 

Lemma, — When  the  i/s  of  a  number  of  points  are  given 
(in  this  case  the  successive  values  of  m),  so  tnat  the  accurate 
values  of  ^^  for  the  successive  points  can  be  obtained,  we  may 
use,  instead  of  the  ellipse  or  hyperbola,  the  curve  derived 
from  it  by  making  the  new  ordinates  proportional  to  the 
squares  of  the  old  ones.     Thus  the  ellipse 


and  the  hyperbola 


farnish  as  their  derived  corres 

^  +  p=l,    and    ^5-^=l» 

in  which  z  must  be  positive.  In  other  words,  the  derived 
curve  is  the  portion  on  the  upper  (i.  e.  positive)  side  of  the 
axis  of  a  J  of  a  parabola  with  its  axis  vertical.  This  parabola 
passes  through  the  ends  of  the  axis  major  of  the  ellipse  or 
nyperbola.  When  derived  from  an  ellipse  its  vertex  is  above 
the  axis  of  a,  under  it  when  derived  from  an  hyperbola.  The 
parabola  degrades  into  a  straight  line,  if  the  curve  from  which 
it  is  derived  is  a  parabola  instead  of  an  eUipse  or  hyperbola. 
Thus  fig.  1  of  Plate  VI.,  when  we   substitute  its  derived 
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carve,  viz.  x^h(\^^z\  simplifies  into  fig.  2,  in  which,  as 
before,  the  horizontal  lines  represent  the  osculation-frequencies 
of  the  successive  hydrogen  rays. 

Hence  the  problem  to  be  solved  is  reduced  to  the  easier 
problem  of  passing  a  parabola  with  its  axis  vertical  through 
three  given  points. 

For  m  we  are  to  put  in  succession  the  positive  whole  num- 
bers 1,  2,  3,  4,  &c. ;  that  is,  for  y  we  are  to  use  the  harmonic 
fractions  1,  1/2,  1/3,  &c.,  and  for  z  the  squares  of  these,  viz. 
1,  -25,  -r,  -0625,  -04,  -027',  -02040816,  -015625,  -012345679, 
-01,  &c.,  or  numbers  proportional  to  them. 

Some  of  these  values  may  assign  negative  values  to  n  (the 
oscillation-frequency).  It  has  hitherto  been  assumed  that  it 
is  only  the  positive  values  of  n  that  need  be  attended  to  ;  that 
in  fact  the  negative  values  do  not  correroond  to  lines  in  the 
spectrum.  This  seems  to  be  a  mistake :  n)r  the  elliptic  partial 
from  which  a  line  arises  being  (see  Stoney^  ^^  On  Douole  Lines/' 
Sc.  Trans.  R.D.S,,  vol.  iv.  p.  570), 

/2W71    \ 

j?=acosf  — T—  tu 


-   .    /27m  \ 
y=r6sm(-T— n, 


the  effect  of  changing  the  sign  of  n  is  simply  to  reverse  the 
direction  in  which  the  electron  travels  round  the  ellipse.  If 
the  ellipse  maintains  a  fixed  position,  this  partial  produces  a 
single  line  in  the  spectrum,  the  position  of  which  is  the  same 
whether  n  is  positive  or  negative.  If  the  ellipse  is  subjected 
to  an  apsidal  shift  during  the  flight  of  the  molecule,  the  partial 
produces  a  double  line  in  the  spectrum  (Zoc.  dt!)^  the  con- 
stituents of  which  either  occupy  the  same  positions  when 
+  n  is  changed  into  —  n,  or  each  simply  exchanges  place 
with  the  other.  Which  of  these  will  happen  depencfc  on 
the  direction  of  the  apsidal  motion,  and  on  this  we  shall 
have  something  more  to  say  further  on  (p.  515)  ;  but  in 
either  case  the  same  two  positions  in  the  spectrum  are  occupied 
by  the  constituents  of  the  double  line.  There  is,  however, 
one  alteration  the  lines  must  undergo  when  n  changes  sign, 
viz.  that  what  was  before  the  more  refrangible  side  of  each 
line  now  becomes  its  less  refrangible  side.  Now  this  accords 
with  what  we  find  to  be  indicated  in  the  case  of  that  outlying 
pair  of  sodium-lines  that  have  been  supposed  to  be  satellites. 
While  all  other  sodium-lines  are  more  nebulous  on  the  less 
refrangible  side,  the  constituents  of  thisparticular  pair  are 
nebulous  on  the  more  refrangible  side.     We  should  tnerefore 
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be  prepared  for  what  we  shall  learn  farther  on,  viz.  that  this 
pair  of  lines  is  doe  to  a  negative  value  of  n. 

Before,  however,  we  can  draw  the  diagram  for  any  of  the 
series  of  lines,  we  are  confronted  at  the  outset  with  a  diiBculty. 
We  have  to  settle  what  three  points  the  curve  is-  to  pass 
through.  This  depends  on  what  the  number  m  is  for  the 
least  refranmble  line.  It  is  3  in  the  case  of  the  hydrogen 
series,  but  tnere  seems  no  reason  to  conclude  with  Kayser 
and  Bunge  that  it  is  3  in  other  cases.  A  preliminary  diagram 
was  made  on  millimetric  paper  to  help  in  determining  this 
point.  Each  supposition  as  to  the  value  of  m  in  the  least 
refrangible  line  famishes  a  distinct  set  of  points  corresponding 
to  the  observed  values  of  n  for  the  terms  of  the  series.  It 
was  easy  to  draw  curves  through  the  several  sets  plotted 
down  in  this  way,  and  that  set  was  preferred  which  most 
nearly  agrees  with  the  supposition  that  an  ellipse  or  hyperbola 
takes  the  place  of  the  parabola  of  the  hydrogen  series ;  or 
rather  (since  it  was  a 
diagram  of  the  derived 
curves  that  was  em- 
ployed) that  a  parabola 
with  its  axis  vertical 
takes  the  place  of  the 
straight  line  of  the 
hydrogen  series.  This 
may  be  seen  by  inspec- 
tion in  some  cases.  In 
others  it  cannot  be  so 
determined,  and  it  was 
necessary  to  have  re- 
coarse  to  the  calculation 
by  which  a  parabola  is 
passed  through  three 
of  the  points,  and  by 
which  the  deviations  of 
the  other  points  from 
the  parabola  are  com- 
puted. The  case  in 
which  these  deviations  proved  to  be  smallest  is  the  one  finally 
selected. 

If  the  curve  furnished  by  the  relation  between  n  and  y  is 
an  hyperbola,  the  derived  curve  (representing  the  relation 
between  n  and  z)  is  the  part  above  the  axis  of  n  of  a  parabola 
such  as  that  represented  in  fig.  3,  its  equation  being 


(a-.ii)»=P(6+^),      .     . 
Phil.  Mag.  S.  5.  Vol.  33.  No.  205.  June  1892. 


2M 


(5) 


Digitized  by 


Google 


510  Dr.  G.  J.  Stoney's  AnalyM  of 

in  which  n  and  z  are  the  rannine  coordinates,  P,  a,  and  h 
being  determined  by  the  condition  tnat  tiie  parabola  shall  pass 
through  three  given  points,  suppose 

«1^1J       W»^?       WjZj. 

We  easily  find  that  this  condition  is  fulfilled  if 


(6) 


[Similarly,  if  the  relation  between  n  and  y  were  such  as  to 
be  represented  by  an  ellipse,  the  derived  curve  would  have 
the  equation 

(a+n)»=P(6-^), (7) 

in  which,  as  before,  P,  a,  and  h  can  be  determined  so  as  to 
make  the  curve  pass  through  three  given  points.] 

The  hyperbola,  of  which  equation  (5)  is  the  derived  curve, 
is  of  course 

(a-n)2=P.(t+y«); (5a) 

and  the  ellipse  corresponding  to  equation  (7)  is 

(«  +  n)'=P(t-/), (7«) 

in  which  n  and  y  are  the  running  coordinates. 
These  are  equivalent  to 


and 


(a-„)«»p(i+l^),    ....     (56) 


which  give  directly  the  relation  between  m  and  ?i,  when  for  z 
we  use  1000  times  the  values  on  page  508. 

Application  to  Series  P. 

Series  P  appears  to  be  best  represented  by  regarding  the 
least  refrangible  pair  of  the  series — ^the  great  D  lines  of  the 
solar  spectrum — as  corresponding  to  m=2.  The  values  of 
m  for  tlie  other  lines  will  then  be  as  in  the  following  Table: — 
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tn. 

^-1000 

(which  is  nearly  the  same 
as  n),  by  observation. 

1 
2 
3 
4 
6 
6 
7 
8 

1000-0 
2600 
IIM' 

62-5 

40-0 

27-7' 

20-40816 

15-626 

Not  yet  observed. 
169-6878 
802-7762 
360-5193 
373-0703 
386-6080 
393-1049 
3880527 

The  Table  also  gives  the  values  of  a?  (by  observation)  and 
of  z  (by  calculation)  of  the  derived  curve.  If  we  pass  a 
parabola  with  its  axis  vertical  through  three  of  these  points, 
viz.  through : — 

?s  =  250,  ^3  =lll-r,  re  =27-7', 

^,=169-6878,       X8=302-7762,         d:6=385-5080, 
we  find,  by  the  method  of  the  last  paragraph,  that 
logP=3-774,0300, 
a=3337-4120, 
6=1438-35. 
Putting  these  values  into  equation  (5)  and  computing  the 
values  of  n  (i.  e.  a)  for  the  other  terms  of  the  series,  we  find : — 


m. 

ft  calculated. 

c  b^  observation 

(which  IS  nearly  the  same 

a8±»). 

BiiTerence. 

1 

-469-4 

Not  yet  observed. 

Unknown. 

2 

Used  for  determining  the  constants. 

0-00 

3 

Used  for  determining  the  constants. 

• 

0-00 

4 

4-360767 

360-519 

+0-25 

5 

+373-239 

373-070 

+017 

6 

Used  for  determining  the  constants. 

0-00 

7 

+392-945 

393105 

-0-16 

8 

+397-776 

398053 

-0-28 

2M2 
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Accordingly  all  the  observed  points  lie  nearly  on  this  para- 
bola. The  parabola  is  in  the  position  shown  in  fig.  3,  from 
which  it  follows  that  the  primary  curve  (which  represents  the 
relation  between  n  and  1/m)  is  a  curve  which  is  nearly  a 
hyperbola.    See  PI.  VII.  figs.  4  and  5. 

Application  to  Series  D. 

Series  D  is  best  represented  by  a  straight  line  for  its  derived 
curve,  and  accordingly  by  a  parabola  lor  its  primary  curve. 
Putting  as  before  x^n  and  ;?=1000/w*,  and  taking 

^=a— flte 

as  the  equation  of  the  derived  curve,  in  which 

a=244-93    and    loga=-04357, 

and  computing  the  successive  terms,  we  find: — 


m. 

»  calculated. 

:!:  K  by  obflerration 

(which  is  nearly  the  same 

as*). 

Difference. 

1 

-860-6 

Too  far  in  nltra-yiolet  for  obierTation. 

2 

-  8117 

Too  far  in  ultra-red  for  obaenration. 

3 

+122-093 

+122-036 

+0O67 

4 

+175-834 

+175-884 

"Wm 

5 

+200-709 

+200746 

-0-037 

6 

+214-221 

+214-256 

-0035 

7 

+222-368 

+222-363 

+0O06 

8 

+227-656 

+227-676 

-0-020 

results  which  show  that  the  primary  curve  of  Series  D  ap- 
proximates very  closely  indeed  to  a  parabola.  See  PL  VII. 
figs.  4  and  5. 

Application  to  Series  S. 

This  is  the  most  interesting  of  the  series  so  far  as  the  present 
inquiry  is  concerned,  because  it  is  the  series  to  which  belongs 
the  outlying  double  line  which  has  been  supposed  to  be  a 
satellite  of  one  of  the  terms  of  Series  D. 
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If  we  remrd  this  particular  line  as  the  first  term  of  the 
series,  it  will  be  found  that  the  primary  curve  belonging  to 
the  series  closely  approximates  to  an  hyperbola.  If  we  regard 
that  line  as  the  second  term,  the  curve  approximates,  but  not 
so  closely,  to  an  ellipse.  We  shall  therefore  adopt  here  the 
former  supposition.  The  values  of  m  will  then  be  as  in  the 
following  Table :— 


m. 

^     1000 

(which  is  nearly  the  same 
BB  «),  by  obeerration. 

1 
2 
3 
4 
6 
6 
7 
8 

1000-0 
250-0 

111-r 

62-5 
40-0 

27r 

20-40816 
15-625 

-176-2686 
+  87-5500 
+162-3935 
+  194-1200 
+210-6142 
+220-0515 
+226-1441 
+230-2185 

The  coordinates  in  the  Table  are  coordinates  of  the  derived 
curve.  It  is  approximately  a  parabola  in  the  position  of  fig.  3. 
Taking  equation  (5)  as  its  equation,  the  constants  are  to  be 
determined  by  the  condition  that  the  parabola  shall  pass 
through  three  of  the  observed  points,  suppose  through 

^1  =  1000,  z^  =  lll-r,  ^6  =27-7', 

^i=-176-2686,         a?8=162'3935,       ^fl=220-0515. 

Using  these  values  in  equations  (6),  we  find 

log  P=:  2-526,3843, 

a= 434-0587, 

6=108-514, 

and  computing  the  values  of  ^,  i.  e.  n,  for  the  other  terms,  we 
get:— 
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m. 

n  calculated. 

K  by  observation 

(which  is  nearly  the  same 

as±«). 

Difference. 

1 

Used  for  determining  the  constants. 

0 

2 

+  86-966 

87-650 

-0-58 

3 

Used  for  detei 

mining  the  constants. 

0 

4 

+194a37 

194-120 

+0-22 

6 

+210-662 

210-514 

+015 

6 

Used  for  determining  the  constants. 

7 

+225-919 

226144 

-0-22 

8 

+229-816 

280-218 

-0-40 

Inferences. 

From  the  whole  investigation  we  may  draw  the  following 
inferences : — 

1.  That  the  outstanding  differences  are  sufficiently  large  to 
warrant  the  conclusion  that  the  primary  curve  is  not  an  exact 
curve  of  the  second  degree,  although  in  the  case  of  Series  P 
it  approximates  to  an  hyperbola  ;  in  the  case  of  Series  S  to  an 
hyperbola  or  ellipse,  probably  to  an  hyperbola  ;  and  to  a  para- 
bola in  the  case  of  Series  D. 

2.  That  the  approach  to  the  parabola  is  very  close  in  the 
case  of  Series  D,  but  that  in  the  case  of  Series  P  and  in  the 
case  of  Series  S  the  actual  curve,  as  indicated  by  the  observa- 
tions, is  somewhat  more  curved  in  the  vicinity  of  its  vertex 
than  is  the  hyperbola  which  approximates  to  it. 

3.  That  the  double  line  whicn  has  been  redded  by  Rydberg 
as  a  satellite  of  one  of  the  terms  of  Series  I),  and  by  Kayser 
and  Bunge  as  belonging  to  a  fourth  series,  is  in  reality  the 
first,  or  the  second,  term  of  Series  S — the  first,  if  the 
yjrimary  curve  of  Series  S  is  of  a  hyperbolic  form ;  the  second 
if  it  is  elliptic. 

4.  That  negative  values  of  n  furnish  real  lines  in  spectra,  of 
which  the  double  line  spoken  of  above  is  an  instance. 

5.  That  in  Series  P  the  term  corresponding  to  w=l  has  a 
negative  value  for  its  n,  viz.  —469*4,  approximately  corre- 
sponding to  vwave-length  \=2130.  This  is  perhaps  not  a.t 
too  great  a  distance  in  the  ultra-violet  to  be  observed,  if  the 
line  have  sufficient  intrinsic  brightness.  Professor  Hartley 
has  succeeded  in  photographing  as  far  as  X=  1800. 
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6.  That  in  Series  D  there  are  two  new  terms  corresponding 
to  negative  values  of  ?i,  for  one  of  which  n  is  approximately 
— 860'6,  and  for  the  other  —  31*17.  These  positions  are  the 
same  as  X=1162,  and  X=32082.  The  first  of  these  is 
probably  too  far  in  the  ultra-violet  and  the  other  much  too 
far  in  the  ultra-red,  to  be  observed. 

7.  Similarly,  in  the  hydrogen  spectrum  there  seems  to  be  a 
new  line  in  the  ultra-violet,  viz.  tne  line  obtained  by  putting 
m=l  into  Balmer's  formula.  This  makes  n=— 822'789, 
which  is  the  same  as  \=1215,  a  position,  however,  which  is 
probably  too  far  removed  in  the  ultra-violet  for  observation. 

8.  Lines  corresponding  to  negative  values  of  n  do  not 
appear  to  have  been  observed  in  any  of  the  monad  elements 
except  sodium,  but  examples  of  them  are  met  with  in  some 
of  the  triple-line  series  of  the  dyads.  Kayser  and  Bunge 
record  what  is  presumably  one  triple  group  of  this  kind  in 
the  spectra  of  zinc,  cadmium,  and  mercury,  and  what  is 
perhaps  a  second  group  in  the  spectra  of  zinc  and  cadmium 
(see  the  photographs  they  give  of  a  part  of  each  of  these 
spectra,  and  the  observations  they  make  about  them  on  p.  71 
of  their  fourth  Paper,  Ueher  die  Spectren  der  Elementej  in  the 
Transactions  of  the  Berlin  Academy  for  1891). 

It  is  not  yet  known  what  kind  of  perturbation  within  the 
molecules  would  be  competent  to  affect  the  partials  of  the 
undisturbed  motion  of  an  electron  so  as  to  resolve  the  resulting 
lines  into  triple  lines.  But  it  is,  nevertheless,  suggestive  to 
find  that  in  the  spectra  of  Zn,  Cd,  and  Hg  the  constituents 
of  the  triple  line  corresponding  to  a  negative  value  of  n  are 
not  reversed,  but  in  the  same  relative  positions  to  one  another 
as  are  those  furnished  by  positive  values  of  n.  If  this  non- 
reversal  of  position  prevails  among  those  double  lines  of 
sodium  which  are  due  to  negative  values  of  w,  it  will  probably 
be  indicated  by  the  less  refrangible  constituent  of  the  double 
line,  No.  1  of  Series  S,  being  the  brighter,  as  is  said  to  be  the 
case  with  the  double  lines  of  the  same  series,  which  are  due 
to  positive  values  of  n.  This  would  imply  a  physical  fact  of 
importance,  viz.  that  a  change  in  the  sign  of  n  induces  a 
change  in  the  direction  of  the  apsidal  perturbation  as  well  as 
in  the  direction  of  revolution  in  the  elliptic  partial.  If,  on 
the  other  hand,  it  is  found  that  the  more  refrangible  con- 
stituent of  the  double  line  is  the  stronger,  this  will  go  far  to 
prove  that  the  direction  of  the  apsidal  shift  is  independent  of 
the  sign  of  n.  It  is  therefore  desirable  to  ascertain  by  observa- 
tion which  constituent  is  the  brighter. 

9.  Finally,  our  investigation  makes  it  probable  that  there 
is  some  connexion  between  Series  D  and  Series  S  in  the 
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spectram  of  sodium,  and  that  the  same  relation  prevails  be- 
tween the  two  series  of  triple  lines  in  the  spectra  of  Zn,  Cd, 
and  Hg.  This  is  snggested  by  the  circumstance  that  the  line 
which  we  now  know  to  be  the  first  term  of  Series  S  stands  in 
a  position  in  aU  these  spectra  which  appears  to  be  related  in 
the  same  way  to  the  positions  in  them  of  the  lines  of  Series  D, 
But  what  the  connexion  is  we  do  not  yet  know. 

Description  of  the  Diagrams, 

A  sketch  on  a  very  small  scale  of  the  primary  curves  of  the 
three  sodium  series  is  given  in  Plate  VII.  fig.  4,  and  a  sketch 
of  their  derived  curves  is  given  in  fig.  5.  In  both  these  figures, 
as  in  the  diagrams  of  the  corresponding  hydrogen  curves  in 
Plate  VI.,  3ie  horizontal  lines  represent  the  oscillation- 
frequencies  of  the  successive  lines  of  each  series,  when 
measured  from  the  vertical  line  to  the  curve  belonging  to 
that  series.  A  small  circle  is  placed  round  those  dots  that 
correspond  to  lines  that  have  not  yet  been  observed,  and  the 
cross  on  the  upper  line  between  —500  and  —600  indicates 
the  distance  to  which  Professor  Hartley  has  succeeded  in 
photographing  in  the  ultra-violet. 

To  judge  what  the  approximation  is  that  has  been  obtained, 
imagine  each  of  the  diagrams  enlarged,  until  the  vertical  line 
becomes  ten  metres  long.  Each  of  the  diagrams  would  then 
occupy  the  side  of  a  large  house.  Even  on  this  immense 
scale  the  greatest  deviation  of  the  observed  ends  of  the 
horizontal  lines  from  the  curve  would  be  less  than  six 
millimetres  in  the  case  of  Series  S,  would  be  under  three 
millimetres  in  Series  P,  and  would  be  only  a  fraction  of  a 
millimetre  in  Series  D.  Although  these  deviations  are  very 
small,  modern  spectroscopic  work  is  carried  out  with  suen 
accuracy  that  they  may  not  be  attributed  to  errors  of  observa- 
tion, ancl,  accordingly,  we  are  justified  in  drawing  the  first 
and  second  of  the  inferences  on  p.  514. 


LIX.  A  Ifote  on  the  Electromotive  Forces  of  Gold  and  of 
Platinum  Cells.  By  E.  P.  Hbbroun,  Professor  of  Natural 
Philosophy  in  Queen's  College^  London*. 

IN  nearly  all  modern  text-books  of  Physics  the  metal  pla- 
tinum is  placed  after  gold  in  Volta's  Electropositive 
Series.  This  no  doubt  is  partly  owing  to  the  well-known 
fact  that  gold  is  attacked  by  cnlorine  or  nitrohydrochloric 
acid  more  readily  than  platinum,  and  it  might  therefore  be 

*  Communicated  by  the  Physical  Society:  read  March  25^  1892. 
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reasonably  gupposed  that  gold  evolves  more  heat  in  the  forma- 
tion of  its  chloride  than  does  platinum.  On  referring  to  the 
values  for  the  heai@  of  formation  of  the  chlorides  of  these  two 
metals,  as  given  by  Julius  Thomsen*,  one  finds,  however,  that 
the  heat  attending  the  formation  of  auric  chloride  is,  per 
equivalent,  only  about  half  as  great  as  that  in  the  case  of 
pktinic  chloride. 

Assuming  that  the  voltaic  constants  of  metals  are  deducible 
from  the  thermochemical  values  of  their  compoimds,  the 
above  facts  would  compel  us  to  regard  gold  as  more  negative 
than  platinum,  at  least  when  immersed  m  chloride  solutions. 
(The  same  observations  would  also  apply  if  oxygen  were  the 
attacking  medium,  as  Thomson  gives  the  heat  of  formation  of 
platinic  hydrate  as  a  considerable  positive  number,  while  that 
of  auric  hydrate  is  a  large  negative  quantity.) 

It  was,  therefore,  an  interesting  point  to  detidrmine  how  far 
the  actual  electromotive  forces  obtained  with  gold  and  with 
platinum  agreed  with  these  conclusions,  and  I  endeavoured  to 
find  records  of  the  electromotive  forces  of  cells  in  which  these 
metals  are  immersed  in  solutions  of  their  chlorides  opposed 
to  some  other  metal  in  a  solution  of  its  corresponding  salt. 
While  there  are  many  references  to  the  E.M.F/s  set  up  in 
single  fluid  cells  in  which  platinum  is  one  of  the  metals  used, 
the  references  to  gold  are  scanty,  and  even  with  platinum  I 
have  only  succeeded  in  finding  one  recorded  measurement  in 
which  the  platinum  was  immersed  in  a  solution  of  its  own 
salt.  This  was  a  measurement  made  by  Wheatstonef?  in 
which  liquid  zinc  amalgam  was  opposed  to  platinum  in  a 
solution  of  platinic  chloride.  He  found  in  measuring  the 
E.M.F.  of  this  cell  that  it  required  40  turns  of  his  rheostat, 
-as  compared  wiih  30  turns  required  for  a  form  of  Daniell  cell. 
Now,  assuming  his  Daniell  cell  to  have  had  an  E.M.F.  of 
1*09  volt,  the  value  in  volts  for  the  zinc  amalgam,  platinum- 
platinic  chloride  cell  would  be  1'453. 

In  a  list  of  the  potential  diflFerences  between  different  metals 
and  graphite  simply  immersed  in  water,  Gotz  and  Kurz  | 
give  the  values  0*48  volt  for  gold  and  0*37  volt  for  pla- 
tinum, the  value  for  zinc  and  graphite  being  1*37  volt. 
This  would  make  platinum  more  electronegative  than  gold  by 
0*11  volt:  but  these  values  cannot  be  accepted  as  in  any 
degree  expressing  the  actual  electromotive  forces  concerned. 

Exner  and  TTmia§,  on  the  other  hand,  taking  carbon  =0, 

*  Tkermoehemuehe  Untertuc^unffen,  iii.  pp.  412  &  4S0. 
t  Wheatstone's  Scientific  Papers,  p.  115. 
t  Ekctrotechme  Zeii.  ii.  p.  30. 
§   Wien,  Ber,  xcvii.  p.  917. 
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give  Pt  =  0'05,  Au  e  —  0'05,  which  appear  to  be  much 
more  probable  values,  and  make  gold,  as  itB  thermochemical 
data  require,  negative  as  regards  platinum. 

Under  these  curcumstances  it  appeared  worth  while  measur- 
ing the  actual  E.M.F.  set  up  between  zinc  and  gold,  and  zinc 
and  platinum,  in  solutions  of  their  own  chlorides  of  equal 
molecular  strength. 

Zino-^PUuinum  Celi. 

The  heat  of  formation  of  PtCl4  is  apparently  unknown,  but 
as  it  appears  to  be  impossible  to  prepare  a  neutral  solution  of 
that  salt,  compounds  such  as  PtCl4,2HCl  or  PtCl4,2NaCl 
must  be  substituted,  and  their  heats  of  formation  are  given 
by  Thomsen.  I  selected  the  latter  salt  on  account  of  its 
freedom  from  acid,  and  prepared  a  neutral  solution  having 
the  strength  of  •25(PtCl42NaCl)100H,O,  which  therefore  con- 
tained about  2*75  grams  of  Pt  in  100  cub.  centim.  of  solution. 

Thomsen  gives  for  [Pt,Cl4,2NaCl,  aq]  the  value  73720 
+  8540  =  82,260  calories  ;  and  for  [Zn,CI,,  aq]  the  value 
112,840  calories.  These  numbers  would  give  as  the  heat 
of  replacement  of  one  equivalent  of  platinum  by  zinc  the 
nett  heat  evolution  of  35,855,  which  is  equivalent  to  a  theo- 
retical E.M.F.  of  1-548  volt. 

A  cell  was  set  up  consisting  of  an  amal^mated  pure  zinc 
rod  immersed  in  a  solution  of  "25  ZnCljlOOHaO,  opposed  to  a 
clean  platinum  plate. immersed  in  the  solution  of  sodio-platinic 
chloriae  above  described.  The  two  solutions  were  separated 
both  in  this  and  other  experiments  by  an  ordinary  porous 
earthenware  pot,  and  the  E.M.F,  was  measured  by  balancing  it 
against  a  difference  of  potential  by  Poggendorff 's  method. 

The  standards  taken  were  a  Latimer-Clark  cell,  which  was 
assumed  to  have  an  E.M.F.  of  1*435  volt  at  15°  C,  and  a 
chloride  of  silver  battery  (modified  De-la-Rue  cell),  which 
by  comparison  with  the  Clark  cell  was  found  to  have  an 
E.M.F.  of  1*045  volt.  I  find  this  cell  more  convenient  in 
using  Poggendorff's,  or  anv  similar  method,  as  its  E.M.F  is 
not  appreciably  disturbed  by  its  sending  a  small  current,  or 
by  shaking,  and  it  has  a  smaller  temperature-coefficient  than 
Hie  Clark  cell.  The  temperature  of  all  the  ceUs  used  in  these 
experiments  only  varied  between  the  narrow  limits  of  from 
12°  to  15°  C. 

In  one  experiment  the  zinc-platinum  cell,  when  first  set  up, 
gave  an  E.M.F.  of  1*647  volt.  It  was  then  allowed  to  send 
a  current  through  a  low  external  resistance  for  five  minutes, 
and  after  further  resting  for  five  minutes  its  E.M.F.  was  again 
measured,  when  it  was  found  to  have  dropped  to  1*473  volt. 
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After  a  farther  rest  of  about  ten  minutes  it  recovered  to  1*507 
volt,  at  which  value  it  remained  tolerably  constant.  During 
the  passage  of  the  current  from  the  cell  the  platinum  plate 
became  covered  with  a  black  deposit  of  finely  divided  platinum, 
and  I  Uiought  it  not  improbaole  that  this  alteration  of  the 
surface  might  be  the  cause  of  the  marked  falling  ofi  in  E.M.F.; 
but  on  removing  the  solution  surrounding  the  platinum  plate 
and  replacing  it  with  fresh,  the  E.M.F.  regained  its  initial 
high  value  although  the  surface  of  the  plate  had  not  been 
disturbed.  It  appeared  from  this  that  the  high  initial  value 
was  probably  due  to  oxygen  dissolved  in  the  liquid,  which  the 
platinum  would  be  very  apt  to  occlude  superficially,  and 
which  would  account  for  the  uncertain  values  of  the  E.M.F. 

Whatever  may  be  the  cause,  this  variability  renders  the 
measurement  of  the  E.M.F.  of  this  form  of  cell  very  difficult. 

In  other  experiments  values  as  hieh  as  1*7  volt  were 
obtained  on  first  setting  up  the  cell,  ^v^ch,  after  sending  a 
current  and  resting,  fell  to  the  tolerably  stable  value  of  about 
1-525. 

Maximum  E.M.F.  =  1*70    volt. 

Minimum       „       =  1*473     „ 
Average  „  1*525     „ 

The  average  value  (1*525)  is  seen  to  be  slightly  lower  than 
the  E.M.F.  calculated  from  the  thermochemical  equation 
(1*548);  but  the  difference  is  small  ('023  volt),  and  is  well 
within  the  limits  of  experimental  error  with  such  a  variable 
cell.  There  is  therefore  no  reason  to  assume  that  its  actual 
E.M.F.  departs  from  the  theoretical  value. 

Zino-Gold  Cell. 

The  heat  of  formation  of  [Au,Cl8,  aq]  is  given  by  Thorasen 
as  27,270  calories,  and  that  of  [Zn,CI„aq]  being  112,840, 
the  difference  per  equivalent  gives  2*044  volts  as  the  theo- 
retical E.M.F.  of  zinc,  displacing  gold  from  weak  solutions 
of  its  chloride. 

A  cell  consisting  of  an  amalgamated  zinc  rod  immersed 
in  a  solution  of  zinc  chloride  having  the  strength  of 
•25ZnCljl00H2O  opposed  to  a  plate  of  gold  in  a  solution  of 
auric  chloride  of  equal  molecular  strength,  was  set  up  and  its 
E.M.F.  immediately  measured.  It  was  found  to  give  an 
E.M.F.  of  1*855  volt,  and  after  actual  short-circuiting  for 
five  minutes  it  had  only  fallen  to  1*834.  These  values  were  in 
fact  the  extreme  limits  of  the  variations  that  I  have  observed 
on  repeating  the  experiment,  and  the  constancy  of  this  cell 
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contrasts  in  a  striking  manner  with  the  variability  of  the  pla- 
tinum cells. 

Maximum  E.M.F.  =  1-855  volt. 
Minimum       ,,      =  1*834    ^^ 

Mean       „      =  1*844    „ 

Assuming  the  thermal  values  for  gold  to  be  accurate,  the 
actual  E.M.F.  thus  measured  is  seen  to  be  *2  volt  below  the 
calculated  value ;  or,  adopting  the  convention  suggested  by 
Messrs.  Wright  and  Thompson,  —0*2  volt  is  the  thermo^ 
voltaic  constant  for  gold  in  dilute  neutral  solutions  of  its 
chloride. 

When  a  platinum  plate  was  substituted  for  the  gold  plate 
and  immersed  in  the  gold-chloride  solution,  the  E.M.J'.  of 
the  cell  thus  formed  was  found  to  be  1*782  volt,  i.  e.  less  than 
the  gold-gold  chloride,  but  greater  than  the  platinum-platinic 
chloride  cell  given  above. 

From  the  thermochemical  values  one  might  conclude  that 
platinum  would  be  capable  of  replacing  gold  from  gold 
chloride ;  but,  so  far  as  my  experiments  have  gone,  I  have 
not  found  this  to  be  the  case,  nor  on  the  other  hand  is  gold 
able  to  replace  platinum  from  platinic  chloride,  which,  of 
course,  is  not  to  be  expected. 

When  a  plate  of  gold  and  another  of  platinum  are  im- 
mersed together  in  pure  water  or  in  dilute  hydrochloric  acid, 
the  gold  acquires  slightly  the  higher  potential.  If  strong 
hydrochloric  acid  be  substituted  for  the  dilute,  the  direction 
of  the  difference  of  potential  becomes  doubtful,  and  on  the 
addition  of  nitric  acid  to  the  strong  hydrochloric,  so  as  to 
form  agua  reffia,  the  platinum  acquires  distinctly  the  higher 
potential,  and  if  the  outside  circuit  be  closed  on  a  gal- 
vanometer, a  very  decided  current  flows  from  the  gold  to  the 
platinum  througn  the  cell  (cf  Qanot*s  Physics,  article  on 
"  Electromotive  Series  "). 

Why  the  nascent  chlorine  combines  readily  with  the  gold 
where  it  evolves  but  little  heat  and  slowly  and  reluctantly 
with  the  platinum,  in  which  reaction  much  more  heat  is  dis- 
engaged, is  a  problem  which  at  present  appears  to  admit  of 
no  satisfactory  solution. 
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The  Action  of  the  Electric  Diecliarge  on  Gases  and 
Vapours.    By  C.  Ludbking,  Ph.D.,  Leipsic*. 


I  HAVE  during  the  past  year  made  a  number  of  experi- 
ments on  the  action  of  the  electric  discharge,  as  fur- 
nished by  a  BuhmkorfiP  coil,  on  gases  and  vapours  of  various 
substances  for  the  purpose  of  establishing,  if  possible,  whether 
or  not  electrolysis  takes  place. 

There  is  a  qualitative  difference  in  the  products  of  decom- 
position that  collect  at  the  poles,  so  far  as  experiment  enables 
us  to  determine. 

The  apparatus  that  I  used  in  the  examination  of  water- 
vapour  was  suggested  by  Prof.  E.  Wiedemann,  of  Erlangen, 
and  may  be  briefly  described  as  follows : — 


A  flask,  A,  capable  of  holding  nearly  IJ  litres,  is  filled  up  to 
the  neck  with  distilled  water  that  has  been  boiled  for  15  minutes 
immediately  previous  to  the  experiment.  It  is  furnished  with 
a  singly  perforated  good  cork,  carrying  a  large  tube  of  8 
millim.  internal  diameter,  which  serves  to  conduct  the  vapour 
from  the  flask  into  the  sparking-tube,  G  ;  this  tube  is  also 
8  millim.  in  intenial  diameter.  The  two  delivery-tubes 
passing  from  it  are  60  millim.  apart.  The  vapour  coming 
from  the  flask  A  divides,  in  tube  C,  into  two  currents,  which 
pass  out  by  the  deliverv-tubes.  The  electrodes  consist  of 
copper  wire  3^  millim.  thick ;  they  have  flat  polished  ends, 
and  are  inserted  into  the  tube  C  gas-tight  by  means  of  rubber 
stoppers,  an  arrangement  that  permits  of  their  being  set  at 
various  distances  from  one  anotner.  They  are  placed  in  such 
positions  that  they  are  located  in  currents  of  vapour  travelling 
in  opposite  directions,  as  will  be  easily  understood*  By  this 
means  it  is  possible  to  ascertain  whether  or  not  there  is  a 
difference  in  the  gases  separated  out  at  the  poles,  for  these 

*  GominTiiiicated  by  the  Author. 
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may  be  collected  and  analysed.  The  entire  sparking-tube  is 
encased  in  an  air-bath  capable  of  being  heated  above  100^  C.^ 
and  thus  preventing  any  condensation.  The  delivery-tubes 
are  firmly  clamped  and  held  in  position  with  their  ends 
exactly  on  the  same  level.  This  is  effected  by  boiling  the 
contents  of  the  flask  when  only  about  three  fourths  full  of 
water,  and  collecting  the  gases  given  off  at  once.  If  the  tubes 
have  their  ends  exactly  on  the  same  level,  the  volumes  of  gas 
delivered  from  each  will  be  equal  to  one  another.  By  repeated 
trial  it  is  possible  to  accomplish  this  within  limits  entirely 
satisfactory.  The  water  in  the  trough  E  is  maintained  at 
90°  C.  or  upwards  by  means  of  a  current  of  steam,  in  order 
to  reduce  the  error  resulting  from  the  different  solubilities  of 
oxygen  and  hydrogen  as  much  as  possible. 

Each  experiment  lasted  from  three  to  four  hours,  during 
which  time  a  constant  current  of  steam  was  given  off  from 
the  flask  and  was  subjected  to  the  action  of  the  electric  dis- 
charge, leaping  over  various  intervals  between  the  electrodes. 
As  electromotive  power,  four  Grove  cells  of  Browning's  make 
were  used.  The  Ruhmkorff  coil  was  used  without  condenser, 
and  by  its  construction  could  give  only  a  feeble  extra  current, 
because  the  section  of  the  inducing  wire  was  very  large  and 
its  length  very  small  in  comparison  with  the  induced  wire.  A 
Geissler  tube  inserted  to  remove  the  extra-current  spark  did 
not  in  any  way  alter  the  results  obtained,  thus  substantiating 
my  anticipations  ;  consequently  it  was  unnecessary  to  resort 
to  the  usual  means  of  throwing  out  the  extra-current  spark. 

When  passing  the  spark  at  the  beginning  of  an  experiment, 
while  there  is  still  air  in  the  apparatus,  it  is  surprising  to 
notice  how,  in  proportion  as  this  is  expelled  and  the  atmo- 
sphere becomes  more  and  more  one  of  pure  vapour  of  water, 
the  resistance  to  the  passage  of  the  spark  increases.  It  would 
seem  that,  just  as  pure  water  is  a  very  good  insulator,  so  also 
pure  water-vapour  offers  very  great  resistance  :  in  fact  it  is 
possible  to  obtain  sparks  three  times  as  long  in  air  as  in  pure 
aqueous  vapour. 

At  the  conclusion  of  each  experiment  the  gases  were  trans- 
ferred to  a  eudiometer,  and  analysed  in  very  much  the  same 
way  as  that  used  by  Perrot  {Ann.  de  Chim.  et  de  Phya,  vol.  xli. 
p.  161,  1861).  Tnis  savant  conducted  a  great  number  of 
experiments  on  the  electrolysis  of  aqueous  vapour,  extending 
his  work  over  years  of  time. 

In  the  light  of  modern  theories  concerning  the  cause  of 
electrolytic  decomposition,  as  enunciated  especially  by  Arrhe- 
nius^  it  seemed  desirable  that  these  experiments  should  be 
repeated. 
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Without  entering  into  detail  I  think  it  will  be  only  neces- 
sary to  give  the  results  of  one  of  my  experiments,  which  I 
consider  very  successful,  and  which  diflfers  from  the  rest  only 
in  better  quantitative  results,  all  being  alike  qualitatively. 

In  the  experiment  alluded  to,  after  removal  of  the  hydrogen 
and  oxygen  present  in  proportion  necessary  to  form  water, 
the  residues  were  found  to  consist  of  excess  of  hydrogen — 
2"6  cubic  centim.  in  the  one  tube,  corresponding  to  the  negar 
tive  pole  ;  and  excess  of  oxygen,  1'7  cubic,  centim.  in  the 
other,  corresponding  to  the  positive  pole. 

From  the  arrangement  of  the  experiment  it  is  clear  that 
the  temperatures  of  the  electrodes  must  have  been  the  same 
and  constant,  u  e.  100°  C. 

After  having  assured  myself  that  the  above  differences  in 
the  products  of  decomposition  of  aqueous  vapour  by  the  elec- 
tric discharge  exist,  I  experimented  next  on  hydriodic^cid 
gas,  dried,  and  passed  through  the  same  apparatus.  It  was 
found  that  in  this  instance  the  decomposition  took  place  verv 
readily,  and  the  positive  pole  became  rapidly  covered  with 
iodine,  while  the  negative  pole  presented  a  perfectly  bright 
surface  of  copper.  One  of  the  products  of  decomposition 
being  a  solid  it  was  not  attempted,  oi'  course,  to  collect  the 
gaseous  product.  On  reversing  the  current,  the  poles  remain- 
ing in  the  same  position  and  having  been  previously  cleaned, 
the  same  phenomenon  was  again  observed,  the  iodine  appear- 
ing only  on  the  positive  pole.  The  temperature  of  sparxing 
was  that  of  the  room.  But  a  few  minutes  were  necessary  to 
show  the  deposition  of  iodine.  By  this  experiment,  in  fact,  it 
is  remarkably  easy  to  show  the  distinctive  action  of  the  poles 
in  decomposing  vapours  to  a  large  audience.  It  is  only  neces- 
sary to  fill  a  large  flask  having  two  tubulures,  of  the  accom- 
panying form,  for  example,  to  be 
found  in  any  chemical  laboratory, 
with  dry  hydriodic-acid  vapour, 
and  then  to  pass  the  discharge  for, 
say,  fifteen  minutes.  The  elec- 
trodes may  then  be  removed  and 
passed  round.  The  proof  is  thus  convincingly  furnished  that 
vapours  are  capable  of  polar  decomposition. 

When  the  spark  passes  through  the  hydriodic-acid  vapour, 
a  great  part  of  the  decomposition  is  of  course  due  to  thermal 
dissociation,  and  a  cloud  of  iodine  vapour  rises  from  between 
the  electrodes  at  each  discharge,  rendering  this  phenomenon 
very  apparent.  It  is  hardly  possible  to  separate  perfectly  the 
two  modes  of  decomposition  that  evidently  have  place  here, 
nor  to  understand  how  they  exist  side  by  side. 
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J.  J.  Thomson  (Phil.  Mag.  [5]  xxix.  pp.  858  &  441,  1890) 
finds  that  hydriodic-acid  vaponr  is  an  excellent  condnctor 
of  electricity.  He  experimented  by  passing  the  vaponrs  of 
his  substances  through  a  platinum  tube  heated  to  a  yellow 
heat  and  having  in  it  platinum  electrodes.  It  is  not  impos- 
sible that  we  have  here  in  part  a  true  electrolytic  decom- 
position, and  that  in  amount  it  is  in  direct  proportion  to  the 
conducting  power. 

A  pure  gas  ij«,  I  think,  not  electrolytically  decomposed  on 
the  passage  of  the  first  spark,  and  is  practically  a  non- 
conductor. However,  by  the  passage  of  the  first  spark  there 
is  produced  by  thermal  dissociation  a  mixture  of  gases  in  the 
patnway  of  the  discharge.  This  it  is  that  conducts  fairly  well, 
so  that  then  electrolysis  may  take  place.  The  conduction  of 
the  current  is  therefore  not  simultaneous  with  the  passage  of 
the  spark,  and  takes  place  only  during  a  short  time.  Conse- 
quently the  electrol}rtic  and  thermal  dissociations  are  not 
simultaneous.  The- partial  pressures  of  the  substances  elec- 
trolysed would  thus  be  reduced,  another  factor  in  the  pro- 
motion of  electrolytic  conduction. 

This  may  be  proved  experimentally: — By  taking  a  mixture 
of  the  original  gas  and  its  components  it  is  possible  to  effect 
an  electrolytic  decomposition  by  means  of  the  Ruhmkorff  coil 
without  the  passage  of  any  spark.  Such  a  mixture  was  pre- 
pared, and  the  electrodes  so  adjusted  that  no  spark  could  pass. 
Then  what  seems  to  be  an  electrolysis  was  effected,  iodine 
being  deposited  on  the  positive  pole.  That  this  iodine  was 
not  free  iodine  of  the  mixture  was  proved  by  leaving  it  out 
entirely,  and  making  instead  a  mixture  of  hydrochloric  acid, 
hydriodic  acid,  and  hydrogen.  Then  the  same  phenomenon 
was  observed. 

We  are  therefore  justified  in  the  conclusion,  arrived  at  also 
by  E,  Wiedemann  and  J.  J.  Thomson,  that  the  decomiposition 
is  in  part  a  true  electrolysis  after  the  manner  of  a  Grotthus 
chain.  At  least  this  is  one  interpretation  we  may  give  for  the 
present. 

We  have  therefore  to  do  with  an  imperfect  insulator,  and 
the  electrostatic  energy  is  gradually  transferred  between  the 
poles.  It  is  necessary  that  the  electromotive  force  should  be 
sufficient  to  decompose  the  chemical  compound,  as  otherwise 
no  decomposition  could  have  place,  but  only  conduction.  It 
would  seem,  further,  that  Thomson's  view  is  correct — ^that 
the  ease  of  decomposition  of  the  molecule  into  atoms  is  pro- 
portional to  the  conducting  power.  In  that  gases  at  ordinary 
temperatures  are  such  very  poor  conductors,  it  would  seem 
that  the  conductivity  is,  as  I  stated  above,  the   result   of 
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dissociation  by  the  discharge  and  the  consequent  diminution 
of  pressure.  I  do  not  think,  with  Thomson,  that  the  molecules 
cannot,  while  the  atoms  can  conduct. 

I  think  I  have  shown  that  while  pure  hydriodic-acid 
vapour  does  not  conduct  to  any  appreciable  extent  at  ordi- 
nary temperatures  when  pure  and  dry,  it  does  conduct  when 
diluted  with  any  diluent.  Further,  that  electrolysis  of  vapours 
is  only  possible  to  any  appreciable  extent  when  the  mechanical 
action  of  the  spark  has  caused  such  dilution  of  the  pure 
substance  beforehand  by  dissociating  it  in  part. 

Further,  1  made  an  exteAded  series  of  experiments  on  the 
action  of  the  electric  discharge  on  the  following  gases  and 
vapours  :  viz.  carbon  tetrachloride,  chloroform,  carbon  disul- 
pmde,  silicon  tetrafluoride,  marsh-gas,  defiant  gas,  and  coal- 
gas. 

Where  one  of  the  products  of  decomposition  is  a  solid,  it  is 
for  obvious  reasons  not  possible  to  use  the  apparatus  above 
described  to  show  a  polar  distribution  of  the  products  of 
decomposition.  Now  all  these  substances  furnish  solid  de- 
posits excepting  silicon  tetrafluoride,  which  was  not  decom- 


The  hydrocarbons  yield  deposits  of  carbon,  and  therefore  it 
was  impossible  to  find  a  difference  in  the  gases  furnished  bv 
our  apparatus.  However,  a  remarkable  fact  was  observed, 
which  I  believe  speaks  strongly  in  favour  of  actual  electro- 
lysis, in  the  case  of  hydrocarbons  especially.  It  is  that  the 
deposit  of  carbon  for  these  latter  always  grew  out  from  the 
positive  pole  in  a  way  that  would  indicate  its  having  been 
separated  out  at  that  pole  and  not  mechanically  projected 
against  it  The  experiment  is  most  conveniently  made  with 
coal-gas,  and  the  sparking  done  in  a  cylinder  over  mercury. 
The  carbon  grows  from  me  positive  pole  in  form  of  a  very 
fine  filament,  very  hard  and  very  brittle,  and  possessing  most 
excellent  conducting  power.  The  film  is  very  thin,  indeed 
thinner  than  a  horse-hair.  On  examining  it  under  the 
microscope  it  is  found  to  be  toothed  in  a  very  regular  way, 
the  teeth  being  sharp  cones  projecting  towards  the  negative 
pole.  The  deposit  could  not  possibly  have  been  formed  by 
mechanical  projection  of  the  carbon.  From  its  character  the 
carbon  has  not  been  carried  to  the  pole  and  deposited  there, 
but  is,  it  seems  to  me,  a  true  electrolytic  separation.  In  any 
other  way  than  this  it  would  be  difficult  to  explain  the  den- 
dritic forms.  Another  thing  that  speaks  against  the  mecha- 
nical projection  supposition  is  that  the  filament  is  a  mere 
slender  thread.     These  forms  have  the  greatest  likeness  to, 
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and  remind  one  very  much  of,  the  dendritic  forms  of  metals 
that  grow  out  from  one  pole  in  electrolysis  of  metallic  solu- 
tions, and  the  current  in  that  case  seems  to  act  just  in  the 
ame  way  as  in  the  gas. 

Finally,  when  a  slip  of  stiff  writing-paper  is  placed  between 
the  two  poles,  one  does  not  observe,  on  passing  the  discharge, 
a  blackening  of  the  side  of  the  paper  turned  towards  tne 
negative  pok,  which  would  certainly  be  the  case  were  the 
carbon  deposited  by  projection  on  the  positive  pole. 

There  is,  however,  some  carbon,  in  tne  form  of  soot  that  can 
be  easily  wiped  off,  deposited  on*  the  negative  pole,  though 
only  in  small  amount.  This  deposit  is  entirely  different  from 
that  on  the  positive  pole  both  in  quantity  and  quality^  and  I 
believe  it  is  a  true  projection-deposit.  Consequently  the 
action  of  the  electric  discharge  on  tliis  gas  is  not  simple,  but. 
as  might  be  inferred,  almost  a  priori,  of  complex  character. 

Firstly,  and  chiefly,  we  have  an  electrolytic  decomposition 
by  virtue  of  which  the  carbon  is  deposited  in  a  well-conducting 
form  on  the  positive  pole;  and,  secondly,  we  have  the  dissocia- 
tion due  to  the  heat  of  the  discharge  alone,  which  in  quantity 
is  by  far  inferior  to  the  former.  By  the  heat  of  dissociation 
molecules  of  carbon  are  set  free  and  are  attracted  by  both  the 
poles  by  virtue  of  their  constant  static  charges. 

Concerning  the  hydrocarbons  examined — olefiant  gas, 
marsh-gas,  and  coal-gas — there  is  no  noticeable  difference, 
qualitatively  at  least,  in  the  action  of  the  discharge,  so  that 
thev  need  not  be  separately  considered.  The  deposition  of 
carbon  takes  place  more  rapidly  in  proportion  as  the  gas  con- 
tains a  higher  percentage  of  carbon  ;  thus,  under  the  same 
conditions  in  the  same  length  of  time,  more  carbon  is  deposited 
from  oleflant  gas  than  from  marsh-gas. 

The  volumes  of  the  two  gases  begin  to  increase  rapidly  at 
once  on  sparking,  and  very  soon  double  the  volume  of  the 
original  is  reached,  so  that  the  decomposition  is  no  doubt 
perfect.  This  result  seems  anomalous,  when  we  call  to  mind 
that  acetylene  is  formed  by  the  passage  of  the  discharge 
between  electrodes  of  carbon  in  an  atmosphere  of  hydrogen. 
We  are  forced  to  the  inevitable  conclusion,  which  is  rather 
interesting,  that  acetylene  is  not  formed  when  only  one  of  the 
electrodes  is  carbon,  and  that  it  is  necessary  that  both  the 
electrodes  be  carbon  in  order  that  it  be  formed. 

Further,  we  must  infer  that  it  is  very  probable  that  acety- 
lene is  itself  decomposed  entirely  when  the  two  electrodes  are 
metals  or  when  only  one  of  them  is  carbon. 

The  increment  in  volume  when  marsh-gas  and  olefiant  gas 
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are  sabjected  to  the  electric  discharge  is  so  rapid  and  striking 
that  it  can  readily  be  demonstrated  to  a  large  audience  in 
lecture. 

The  carbon  separated  out  from  each  of  these  gases  is  the 
same  in  kind  and  form.  Filaments  6  to  8  millim.  long  can 
be  readily  obtained  in  a  few  minutes,  and  on  continuing  the 
discharge  they  finally  connect  the  two  poles,  when  the  spark 
ceases.  The  growth  of  the  filament  is  entirely  ayoidea  by 
frequently  reversing  the  current. 

By  the  action  of  the  electric  discharge  on  vapour  of  chloro- 
form no  carbon  filaments  are  formed,  and  chemically  the 
decomposition  is  not  simple  in  character.  There  is  a  lar^e 
amount  of  m&  formed  consisting  of  chlorine  (iodized  starcn* 
paper  is  bnied)  and  hydrochloric  acid  (the  gas  is  rapidly 
absorbed  in  part  by  water  and  the  aqueous  solution  is  strongly 
acid),  while  a  dark  red  liquid  is  observed  on  the  mercury  of 
the  eudiometer  due  to  the  solution  of  one  of  the  products  of 
decomposition  in  excess  of  the  chloroform.  A  further  exami« 
nation  of  this  was  not  attempted. 

An  exact  measurement  of  the  increment  in  volume  of 
vapour  was  out  of  the  question,  owing  to  the  action  of  the 
chlorine  formed  on  the  mercury  of  the  eudiometer. 

Carbon  tetrachloride  is  decomposed  very  slowly  indeed  by 
the  discharge.  As  in  case  of  chloroform,  so  here  also  no 
carbon  filament  is  formed,  while  the  rate  of  decomposition  is 
entirely  different  from  that  of  chloroform.  A  voluminous 
yellow  deposit  is  observed  on  the  walls  of  the  eudiometer 
around  the  negative  pole  and  chlorine  is  set  free,  as  appears 
by  the  starch  test.  The  gaseous  products  of  decomposition 
are  not  rapidly  absorbed  by  water,  as  was  the  case  with 
chloroform.  A  black  deposit  is  observed  on  the  surface  of 
the  mercury.  Unquestionably,  therefore,  it  follows  from  all 
this  that  the  decomposition  of  carbon  tetrachloride  by  the 
electric  discharge  is  by  no  means  simple  in  character. 

When  the  electric  discharge  acts  upon  the  vapour  of  carbon 
disulphide  the  volume  diminishes  rapidly.  The  vapour  of 
this  substance  offers  an  enormous  resistance  to  the  passage  of 
the  discharge.  When  the  poles  are  only  I  millim.  apart  only 
very  few  sparks  pass  through,  the  discharge  taking  its  course 
outside  round  the  eudiometer  through  the  air,  a  distance 
twenty  to  thirty  times  as  great,  a  proof  that  the  vapour  of 
carbon  disulphide  is  an  ^most  perfect  insulator,  in  the 
course  of  the  discharge  a  grey-blue  smoke  is  observed  which 
gradually  pervades  the  entire  volume  of  the  vapour.  Here, 
tnen,  we  have  no  noticeable  evidence  of  electrolysis  taking 
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place.  The  phenomenon  seems  to  be  a  heat-dissociation  pare 
and  simple.  There  is  deposited  on  both  the  poles,  not  the 
black  conducting  modification  of  carbon  as  in  the  case  of 
marsh-gas  Ac,  but  a  grey  nonconducting  matter  around 
which  tne  discharge  leaps  as  it  passes  from  wire  to  wire. 

The  appearance  of  the  same  character  and  quantity  of 
deposit  on  each  of  the  poles  is,  to  my  mind,  conclusive 
evidence  that  we  have  to  do  here,  not  with  an  electrolysis,  but 
with  a  heat-dissociation  alone.  I  should  make  it  a  cardinal 
requirement  for  a  phenomenon  of  this  kind  that  the  deposits 
on  the  poles  be  symmetrical  and  of  equal  amounts.  By  the 
heat-dissociation  tne  molecules  of  carbon  are  liberated  along 
the  entire  course  of  the  discharge,  and  are,  as  the  static 
charges  of  the  poles  are  equal,  attracted  simply  in  one  half  of 
the  field  to  the  one  pole  and  in  the  other  half  to  the  other 
pole. 

The  sulphur  molecules  hberated  at  the  same  time  are,  on 
account  of  the  great  heat,  not  deposited  on  the  poles.  Indeed 
in  this  decomposition,  a  yellow-brown  mass  is  deposited  on 
the  sides  of  the  tube  which  is  nothing  else  than  the  sulphur 
condensed  there. 

Silicon  tetrachloride  does  not  appear  to  be  acted  on  at  all 
by  the  discharge.  Attempts  were  made  to  electrolyse  the 
haloid  compounds  of  mercury  in  form  of  vapour.  The  results 
were  all  negative,  which  may,  however,  be  owing  to  the  great 
difiiculties  encountered  in  carrying  out  the  experiments. 

It  would  seem,  finally,  that  some  of  the  phenomena  described 
are  true  electrolyses  in  part.  Others  seem  to  be  "  Thermo- 
lyses,"  that  is,  the  compounds  are  simply  dissociated  by  the 
heat  of  the  discharge.  The  predilection  of  the  atoms  thus 
liberated  for  electricity  of  different  kinds  would  make  them, 
like  pith-balls,  fly  to  the  pole  having  the  charge  opposite  their 
own.  and  thus  give  the  entire  phenomenon  the  appearance  in 
all  respects  of  a  true  electrolysis,  while  in  reality  there  is  the 
greatest  possible  difference. 

It  is  very  difficult  to  separate  the  "Thermolysis"  from 
electroly&is  in  the  experiments  I  have  described,  and  the 
phenomena  indicate  that  in  most  cases  described  they  go  hand 
m  hand 

Washington  Uuivei-sitv, 
St.  Louis,  March  1892. 
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LXI.  A  Method  for  determining  the  Specific  Inductive  Capacity 
of  Dielectrics.  By  Frederick  T.  Trouton,  M.A.^  jDSc.j 
and  W.  E.  Lilly,  Whitw.  ExhibJ^ 

ON  comparing  the  energy  of  a  condenser  charged  with  a 
certain  quantity  of  electricity,  first  as  a  simple  air- 
condenser,  and  secondly  when  a  dielectric  sheet  of  greater 
specific  inductive  capacity  is  introduced  between  the  plates, 
we  at  once  see  that  the  energy  in  the  second  case  is  less  than 
in  the  first ;  since  the  energy  equals  \  QV,  and  V  the  differ- 
ence in  potential  between  tne  plates  is  less  after  the  sheet  is 
introduced  than  before,  Q  th^  quantity  of  electricity  being  the 
same  in  both  cases. 

In  consequence,  if  a  sheet  of,  say,  sulphur  be  introduced 
between  the  plates  of  a  charged  condenser,  it  should  be  acted 
on  by  a  force  tending  to  suck  it  in  between  the  plates.  In 
short,  the  electric  energy  in  the  system  being  less  after  the 
introduction  of  the  sulphur  than  before,  work  must  have  been 
done  by  the  electric  forces  during  the  operation. 

The  first  experiments  made  were  directed  towards  proving 
this  deduction  from  simple  theory,  and  they  conclusively 
showed  that  such  a  force  existed. 

The  lines  of  force  in  a  condenser  run  from  one  plate  to  the 
other,  so  that  here  the  movement  takes  place  at  right  angles 
to  these  lines  of  force.  But  it  must  be  remembered  that  at 
the  edge  of  the  condenser  the  lines  of  force  are  curved  out- 
wards, more  especially  if  a  sheet  of,  say,  sulphur  is  introduced 
there,  and  these,  tending  to  contract,  draw  the  sheet  inwards. 

The  amount  of  this  force  depends  on  the  specific  inductive 
capacity  of  the  dielectric  of  which  the  sheet  is  made^  so 
that  by  observing  the  force  we  may  determine  this  quantity 
for  any  given  substance. 

It  is  more  convenient,  in  making  experiments  for  this  pur- 
pose, to  keep  the  difference  in  potential  of  the  plates  constant 
by  means  of  some  source  of  electromotive  force  such  as  a 
storage  battery,  than  to  keep  the  charge  constant ;  let  V  be 
this  difference  measured  in  electrostatic  units.  Then  to  find 
the  force  in  terms  of  K,  the  specific  inductive  capacity  of  the 
sheet,  suppose  the  sheet  (fig.  1)  to  be  withdrawn  a  certain 
distance  x  :  the  work  done  equals  the  energy  pumped  back  to 
the  battery  through  the  consequent  diminution  of  the  charge 
of  the  condenser.  Let  E,  Ej,  and  E/  be  the  energy,  per  cubic 
centimetre  of  the  sheet,  of  the  air  between  the  plates,  and  of 
the  air  between  the  sheet  and  the  plates  ;  and  if  the  thickness 
of  the  sheet  be  a,  and  the  distance  apart  of  the  plates  be 
(a +  6),  then,  provided  the  sheet  is  long,  and  well  in  between 
«  Communicated  by  the  Authors. 
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the  plates  so  as  to  avoid  changing  all  edge  effects, 

where  I  is  the  dimension  of  the  sheet,  ma 

supposed  rectangular,  perpendicolar  to  the  H| 

paper.  |H 

To  find  in  terms  of  Y  and  E,  we  have  |H| 

^-^f'  »'-&/■•■  •'■'=s/''-    I 

and 

where /,/i,  and//  are  the  electric  forces 
in  the  sheet,  in  the  air  between  the  plates, 
and  in  the  air  between  the  sheet  and  the 
plates,  Ki  being  the  specific  inductive 
capacity  of  air. 
Then  „  V*(K-Ki)aZ 

The  form  of  apparatus  we  employed  in  oar  experiments  had 


the  condenser  plates  horizontal. 
The  dielectric  sheet  was  formed 
into  a  double  fan-shaped  needle, 
and  supported  horizontally  by  a 
bifilar  suspension.  Two  pairs  of 
condenser-plates,  as  shown  in 
fig.  2,  were  used  so  as  to  insure 
a  torsional  couple,  the  two  upper 
and  the  two  lower  being  for  con- 
venience connected  together. 

It  is  of  course  immaterial 
whether  the  upper  plates  are  po- 
sitive or  negative,  the  deflexion 
always  being  in  the  same  direc- 
tion. In  making  the  experiment 
the  condenser-plates  are  con- 
nected up  with  a  source  of  elec- 
tricity, such  as  a  battery  of 
storage-cells,  and  the  deflexion 
of  the  needle  on  coming  to  rest 
noted  by  means  of  a  mirror  and 
spot  of  light  in  the  usual  wav. 
To  find  the  torsional  moment  in 
terms  of  the  electric  quantities 
involved,  the  force  on  each  ele- 
ment of  edge  area  of  the  needle 


Pig.  2. 


Plan, 


Digitized  by 


Google 


Inductive  Capacity  of  Dielectrics.  531 

mnst  be  multiplied  by  its  distance  y  from  the  centre,  and  sum- 
mated  between  points  situated  approximately  at  the  ends  of 
the  needle  and  at  the  inside  edge  of  each  condenser-plate. 


(a+  ^b){a+b) 


where  21  is  the  length  of  the  needle,  and  21'  the  diameter  of 
the  central  opening  for  the  bifilar  suspension. 

This  is  to  be  equated  with  W^  y-  sin  ^,  the  torsional  moment 

of  the  bifilar  suspension  ;  W  being  the  weight  of  the  needle, 
ff  the  acceleration  of  gmvity,  m  and  n  the  upper  and  lower 
distances  apart  of  the  threads,  h  their  length,  and  (f>  the  angle 
turned  through. 

Thus  the  sine,  or,  if  the  deflexion  is  small,  the  angles  turned 
through  should  be  proportional  to  the  square  of  tne  electro- 
motive force  applied  to  the  plates.  This  was  in  complete 
agreement  with  our  experiments  on  sulphur.  Some  experi- 
ments, however,  made  with  a  light  ebonite  needle  gave  angles 
of  deflexion  lying  between  the  square  law  and  a  directly  pro- 
portional law.  This  discrepance  was  probably  due  to  the 
unreliability  of  the  bifilar  method  of  suspension. 

To  calculate  K,  we  have 

The  mean  of  several  sets  of  experiments  on  sulphur  gave 
the  value  E=2'56 ;  but  as  our  object  was  more  to  demon- 
strate the  practicability  of  the  method  than  to  value  E,  we 
did  not  make  arrangements  for  very  accurately  determining 
the  quantities  involved,  and  consequently  we  can  put  no  great 
reliance  on  this  number.  Indeed,  without  a  careful  physical 
and  chemical  examination  of  the  specimen  of  the  substance 
under  examination,  a  great  degree  of  refinement  is  of  little 
use,  a  fact  too  often  lost  sight  of. 

A  considerable  time-lag  was  always  noticed  on  reversing 
the  polarity  of  the  condenser-plates.  That  is  to  say,  the  spot  of 
light  would  go  back  towards  zero  a  few  divisions  on  reversing 
and  then  slowly  creep  up  to  the  former  value.  It  ultimately 
always  came  up  to  approximately  the  same  value  as  before 
reversing,  thus  exhibiting  little  or  no  dielectric  hysteresis. 

By  applying  a  rapidly  alternating  source  of  electromotive 
force  to  the  condenser-plates  an  approximation  towards  the 
"  instantaneous  value  "  of  K  may  tiius  be  obtained.  In  fact 
the  method  is  particularly  suited  to  this  purpose.      8ome 
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experiments  made  gave  results  varying  from  2"33  to  2*47  ; 
but  the  alternator  employed,  being  driven  by  an  old  type  of 
as-engine,  ran  very  unevenly  and  rendered  observations 
iflBcult. 

In  this  case  it  is  the  average  value  of  the  square  of  the 
electromotive  force  which  is  required  in  calculating  K,  and 
this  was  obtained  directly  by  employing  a  Cardew's  voltmeter 
for  determining  the  diflference  in  potential  of  the  plates. 

One  of  the  advantages  in  the  method  described  in  this 
paper  is  the  possible  avoidance  (not  realized,  however,  in  the 
form  used  by  us)  of  all  doubtful  approximate  calculations.  It 
is  in  this  respect  analogous  to  a  method  much  advocated  by 
Lord  Kelvin  for  determining  the  magnetic  permeability  of 
iron. 

When  suitably  modified  for  the  necessary  diminutive  size, 
it  appears  also  well  adapted  for  such  determinations  as  the 
specific  inductive  capacity  of  crystals  in  different  directions. 

We  have  much  pleasure  in  thanking  Prof.  FitzGerald  for 
his  suggestions  and  help  on  many  points  which  arose 
throughout  our  investigations. 


LXII.    On  the  Diference  of  Potential  at  the  Contact  of 
Mutually  Reacting  Liquid*.    By  J.  Brown*. 

1.  ¥N  1889  I  began  an  investigation  into  the  difference  of 
X  potential  at  the  contact  of  liquids,  including  aqueous 
solutions  of  electrolytes  ;  my  object  being  to  determine  the 
connexion,  if  any,  between  this  difference  of  potential  and  the 
chemical  reaction  of  the  liquids  on  one  another.  As  circum- 
stances may  for  some  time  prevent  a  return  to  this  work,  it 
seems  well  to  make  known  what  came  of  it,  even  though  in  a 
somewhat  unfinished  state. 

The  method  employed  was  a  modification  of  that  of  Exner 
and  Tuma  t  in  their  experiments  on  the  contact  potential  of 
metals  and  liquids,  where  the  potential  of  a  cylinder  of  filter- 
paper  saturated  with  the  liquid  is  ascertained  by  means  of  a 
funnel  dropping  mercury  from  a  point  in  the  interior  of  the 
cylinder.  I  used  a  water-dropping  funnel  as  less  likely  to 
cause  irregular  indications  by  the  action  of  gases  on  the 
issuing  liquid,  and  as  obviating  the  need  of  any  correction  for 
frictional  electrification  of  the  liquid  at  the  nozzle.  In  the 
first  apparatus  employed,  two  cyUnders  or  rolls  of  filter-paper 
were  held  in  two  short  vertical  glass  tubes  of  about  2  centim. 
diameter  mounted  on  para£Sn  insulators.     These  cylinders 

♦  Coimnunicated  by  the  Author. 

t  SitzungsbeiHchte  d.  Kais.  Akad,  Wien,  xmi.  pwrt  ii.  p.  1. 
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were  saturated  with  the  liquids  to  be  tested,  and  contact 
between  them  was  made  either  by  a  strip  of  the  same  paper, 
across  which  the  two  liquids  soaked  till  they  met,  or  by  an 
arrangement  consisting  of  two  small. funnels  with  fine  drawn- 
out  ends  like  those  shown  in  fig.  2.  These  contained  the  two 
solutions  connected  by  strips  of  filter-paper  with  their  re- 
spective, cylinders.  As  the  liquids  flowed  out  from  the  fine 
ends  of  the  funnels  they  came  in  contact  with  continuously 
fresh  surfaces,  thus  providing  a  continuous  renovation  of  the 
surface  of  contact  and  preventing  any  possible  permanent 
modification.  I  am  not  able  to  say,  however,  that  this  gives 
a  result  sensibly  difiPerent  from  the  simple  paper  connexion. 

The  water-dropping  testing  funnel  was  provided  with  a 
stopcock,  and  its  nozzle  had  three  fine  jets.  By  means  of  an 
insulated  adjustable  support  this  nozzle  could  be  placed  at  will 
in  the  interior  of  either  paper  cylinder.  The  water  in  it 
was  connected  to  the  electrometer- key  by  an  immersed 
platinum  plate.  To  make  a  test,  the  two  cylinders  A,  B  were 
prepared  and  connected  as  described  above,  and  an  earthed 
platinum  strip  was  placed  in  contact  with  A.  The  funnel 
jet  was  then  allowed  to  discharge  in  the  interior  of  the 
cylinder  A,  and  the  difference  of  potential  between  its  platinum 
connexion  and  that  of  A  measured  by  deflexion  on  the  Thomson 
electrometer.  This  deflexion  of  course  includes  measurement 
of  any  contact  difference  at  platinum-liquid  connexions.  The 
funnel  jet  was  then  changed  to  B,  and  the  deflexion  again 
noted.  The  difference  of  these  deflexions  was  taken  as  the 
contact  difference  of  potential  A/B  of  the  two  liquids. 

2.  The  first  few  experiments  made  with  this  apparatus  were 
based  on  the  assumption  that,  as  the  oxidation  of  a  metal  by 
an  electrolyte  electrifies  the  metal  negatively,  the  raising  of 
a  salt  from  a  lower  to  a  higher  oxide  or  chloride  might  have 
the  same  effect.  Strong  solutions  were  used,  but  the  exact 
strength  was  not  ascertained. 


Table  I. 

■ 

1             PositiTe. 

Negatiye. 

e.m:.p. 

1 

Ferrous  Sulphate 

,,              ...... 

»i              

»»              

ApHAniouB  Anirl 

Hydrogen  Peroxide 

•07,  -07  Tolt. 

•06,  -08  ., 
•04  „ 
•07     „ 

•10,  12  „ 
•03  „ 
•07  „ 
•20     „ 

2. 
3. 
4. 
5 

Potassium  Permanganate... 
Water + dissolved  Oxygen  . 

Iodine  and  Water 

6. 

7. 
8 

Stannous  Chloride    . . . 
Ferric  Ohloride 

Mercuric  Ohloride    

Sulphurous  Acid  

Hydrogen  Sulphide 
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In  ihese  well-known  reactions  the  working  hypothesis 
stated  above  is  contradicted  by  all  except  No.  7.  fn  No.  8, 
though  chlorine  is  transferred  from  left  to  right,  sulphur  is 
eliminated  from  the  hydrogen  sulphide  and  uiere  is  thus  a 
complicated  reaction. 

8.  A  number  of  experiments  were  now  made  in  the  hope  of 
gaining  some  insight  into  the  kind  of  results  to  be  obtained 
from  uie  contact  of  two  solutions  between  which  double 
decomposition  occurred  on  mixing.  After  some  trials  of  a 
tentative  kind  with  solutions  of  unknown  proportions  which 
gave  discordant  and  unsatisfactory  results,  the  remainder 
were  made  with  solutions  containing  equivalent  proportions. 
At  first  the  apparatus  already  described  was  used,  and  the 
numbers  obtained  with  it  will  be  found  in  column  A,  Table  II. 
It  did  not,  however,  seem  quite  satifactory,  and  I  constructed 
another,  which  is  represented  diagrammatically  in  fig.  1  one 
ninth  actual  size.  Two  glass  cylinders  A,  6,  alJout  11  centim. 
long  by  2  centim.  diameter,  were  supported  in  holes  in 
a  paraffin  bridge  C  by  means  of  tight  rubber  bands  t,  k. 
The  liquids  to  be  tested  were  applied  by  means  of  pipettes 
to  the  interior  of  these  cylinders^  or  to  paper  rolls  supported 


#  #0 


Fig.l. 


on  shorter  glass  cylinders  which  were  occasionally  used 
instead  of  tnem.  Contact  was  made  between  two  little 
pools  of  the  liquids  on  the  top  of  the  glass  stand  D,  each 
connected  to  tne  liquid  on  its  cylinder  by  a  strip  of  filter 
paper,  or,  in  the  case  of  corrosive  liquids,  by  a  tuft  of  asbestos. 
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Sometimes  this  arrangement  was  replaced  by  a  pair  of 
fannels  (fig.  2),  as  described  above,  carried  in  holes  in  the 
bridge  C  I^tween  the  cylinddh  A^  6.  A  second  bridge  H, 
also  of  paraffin,  carried  two  triple-jet  fannels  E,  F  with  stop- 
cocks as  shown.  The  water  in  each  was  connected  to  one 
terminal  of  the  electrometer-key  by  means  of  wires  enclosed 
in  glass  tubes  and  joined  by  platinum  wires  to  the  platinum 
plates  m,  n.  The  bridge  H  could  be  raised  vertically  upwards, 
sliding  on  the  frame  of  the  apparatus,  so  as  to  lift  the  jets 
clear  of  the  cylinders,  thus  giving  room  for  the  supply  of  the 
solutions.  This  also  provided  for  the  reversal  of  the  bridge 
C,  which  could  be  turned  end  for  end  ;  so  that  by  taking  the 
mean  of  observations  in  the  two  positions,  any  errors  in  the 
funnel  part  of  the  arrangement  might  be  elimmated. 

4.  To  make  an  experiment  with  this  apparatus,  the  cylinders 
having  been  wetted  with  the  given  liqmds,  one  being  to  earth, 
and  contact  between  them  having  been  established,  the  funnels 
were  lowered  into  position,  the  stopcocks  turned  on  so  as  to 
start  the  flow  of  the  jets,  and  the  deflexion  read  in  the  usual 
way  by  two  reversals  on  the  electrometer.  The  flow  was 
then  stopped,  the  funnels  raised  out  of  the  way,  the  bridge  C 
reversed,  the  funnels  lowered,  re-started,  and  a  second  reading 
taken.  A  third  reading  with  the  bridge  C  in  the  original 
position  completed  the  observation,  and  uie  mean  of  the  three 
readings  was  taken  as  the  true  difference  of  potential.  The 
results  obtained  with  this  apparatus  are  given  in  colunm  B, 
Table  II.  In  this  table  tne  formulae  represent  gramme- 
molecules  ;  the  affix  Aq.  represents  1  gramme  of  water.  Colunm 
H  contains  the  heat  equivalent  of  the  reaction  according  to 
Thomsen's  data. 

Tablb  II. 


Powtive. 

NegatWe. 

H. 

A.  i  B. 

9. 

Fed.    250  Aq. 

K,8 

260  Aq. 

12870 

•17 

10. 

Fed,     600    „ 

K,S 

250    .. 

» 

-11 

11. 

FeOlj,  1000    „ 

K,8 

1000    „ 

n 



:i8i 

12. 

OdOL,  1000    „ 

K,S 

1000    „ 

27150 

f  Variable  and 
\     reyerging. 

} 

.•••.• 

? 

13. 

OdOL  1000    „ 

V? 

1000    „ 

3920 

•07 

•06 

14. 

CdOl,2000    „ 

2000    „ 

»» 

;o3 

15. 

HgOl^eOOO    ., 

K,I, 

6000    „ 

26750 



1-06? 

16. 

Hgoi^eooo  „ 

K,S 

6000    „ 

46070 

•08 

17. 

HgOl,6000    „ 

K,S 

8000    „ 

ft 

•04 

18. 

PbCl,  4000    ., 

K^ 

4000    „ 

33500 

•10 

19. 

H^Ol^TOOO    „ 
H,OL,1000    „ 

BaH.0, 

7000    ., 

27780 

■07 

•096 

20. 

NaAO. 

1000    „ 

27490 

...... 

•003 

21. 

OaOl,  1000    „ 

BTagHjO, 

1000    „ 

12570 

(Variable  and 
\     reyerBing. 

} 



•10? 

22. 

K,I,. 

1,01^ 

40640? 

•20 

1 
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5.  In  the  course  of  these  experiments  it  became  very 
evident  that  concordant  and  reliable  results  were  difficult  to 
obtain^  partly  on  account  of  the  smallness  of  the  forces  to  be 
measured,  and  partly  from  a  difficulty  in  ascertaining  the 
exact  origin  of  these  forces  so  as  to  arrange  the  experiment 
in  accord  with  them.  Even  the  sign  of  the  electrification 
sometimes  reversed  during  the  experiment,  as  in  Nos.  12  and 
21.  The  results  must  therefore  be  taken  as  only  tentative, 
but  in  so  far  as  they  may  be  considered  approximate  they 
suggest  the  following  conclusions : — 

(i.)  There  is  no  clear  connexion  apparent  between  the 
observed  electromotive  forces  and  the  heat  equivalents  of  the 
reactions  ;  but  the  amount  of  water  present  seems  to  have  an 
effect,  either  by  the  dilution  of  both  solutions  equally  or  one 
more  than  the  other. 

(ii.)  The  sign  of  the  electrification  may  depend,  however, 
on  the  following  considerations.  When  double  decomposition 
occurs  at  contact  of  solutions  of  two  substances,  one  of  which 
consists  of  an  anion  a  and  cation  c,  and  the  other  of  an  anion 
a!  and  cation  c/,  the  products  of  the  reaction  being  ad  and  a'c, 
then  the  solution  ac  will  be  positive  if  the  combining  heat 
a',c  is  greater  than  (f^a ;  and  vice  versd. 

This  hypothesis  appears  to  conform  to  the  following  view 
of  the  kind  of  molecular  action  that  may  take  place.  In  the 
case,  for  instance,  of  the  reaction 

FeOl2  +  KaS=K8Cl,  +  FeS, 

the  heat  equivalent  K3,Cl2  being  greater  than  Fe,S,  the 
molecules  just  before  actually  double-decomposing  might  be 
supposed  to  become  polarized  by  the  attraction  between  E^ 
and  Clg,  and  so  cause  an  electrification  of  the  opposite  ends 
of  the  system, 

+  FeCl3K3S-, 

similar  to  that  commonly  associated  with  such  a  system  as 
+  FeCla  potassium  —  . 

Although  this  hypothesis  receives  support  from  nearly  all  the 
experiments  in  Table  II.,  and  also  from  several  of  the  pre- 
liminary experiments  not  given  in  the  table,  it  can  scarcely 
be  regarded  as  more  than  tentative,  pending  results  of 
experiments  under  conditions  of  a  more  varied  character. 

6.  In  most  of  the  numerous  investigations  already  pub- 
lished dealing  with  contact  potentials  of  liquids  the  potentials 
of  the  liquids  were  tested  by  means  of  a  metallic  connecting 
pole  of  platinum,  mercury,  or  other  such  substance.     The 
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electrolytic  or  voltaic  effect  of  any  action  between  the  liquid 
and  this  immersed  pole  has  been  ignored  ^  and  an  error  of 
unknown  amount  has  thus  been  introduced.  There  are,  how- 
ever, two  series  of  experiments  besides  those  of  Exner  and 
Tuma  mentioned  above  in  which  this  error  has  been  avoided. 
In  1880  Ayrton  and  Perry*  described  an  apparatus  for  the 
investigation  of  the  potential  of  liquids  in  contact,  by  their 
inductive  action  on  plates  of  gilt  brass  held  close  above  their 
surfaces.  In  1883  Bichat  and  Blondlotf  published  an 
ingenious  method  involving  the  dropping  of  one  of  the  liquids 
from  a  funnel  whose  jet  was  within  a  cylinder  kept  moistened 
by  the  other. 

Partly  from  consideration  of  the  large  and  striking  character 
of  the  results  obtained  by  these  authors  with  strong  acids,  and 
artly  in  the  search  of  a  possible  simplification  of  the  problem, 

have  tested  a  series  of  pairs  in  which  acids  and  strong 
aqueous  solutions  of  various  kinds  were  tried  against  water ; 
the  object  being  to  ascertain  whether  the  observed  effects  have 
anv  connexion  with  the  heats  of  solution  or  dilution  of  these 
substances.  The  results  are  given  in  Table  III.,  in  which  the 
first  colmnn  contains  the  formulsB  of  the  substances  tested, 
with  the  water  of  solution,  if  any ;  the  second  column  con- 
tains the  results  of  the  experiments,  stated  separately  ;  and 
the  third  the  heats  of  solution  or  dilution  for  the  number 
of  HgO  molecules  stated,  as  given  by  Thomsen.  The  heats  of 
dilution  for  potassium  nitrate  and  chlorate  are  not  available 
but  are  probably  negative  since  the  heats  of  solution  of  the 
anhydrous  salts  are  negative. 

A  comparison  between  the  numbers  in  the  third  and  fourth 
columns  shows  that  in  the  case  of  positive  heats  of  solution 
there  is  a  rough  agreement  between  their  amounts  and  those 
of  the  observed  electromotive  forces,  while  with  negative 
heats  the  results  appear  variable  and  indefinite. 

7.  Table  III.  gives  also  a  test  of  an  hypothesis  current 
among  German  physicists,  which,  premising  that  the  ions 
are  oppositely  electrified,  states  that "  water  must  show  against 
every  electrolytic  solution  the  potential  of  the  faster  ion." 

I  have  placed  after  each  radical  a  number  proportional  to 
this  "ionic  velocity,"  according  to  F.  Kohlrausch,  as  quoted 
in  the  Report  of  the  British  Association  Electrolysis  Com- 
mittee for  1887$.  It  appears  that  out  of  the  fourteen  pairs 
tried,  in  the  four  cases  numbered  26,  27,  36,  37  .water  takes 
what  would  be  assumed  according  to  the  above  hypotheses  as 

*  Phil.  Trans.  1880,  p.  16. 

t  Compt^  HenduSf  xcvii.  pp.  1202,  1293. 

X  B.  A.  Report  (1887),  pp.  338,  364. 
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Table  III. 


Negatire  to  Water. 

1 

,       Difference  of 

Potential  in  Volts. 

Heat  equiTalent. 

?;^, 

H  (278)80^(40)      

1 
1*68, 1*96, 1*40, 1*36.1  17(141  e.  for  7091T.O. 

9A 

H2(*")NaO.(") 

1-02. 

14986       »  640    .. 

26. 

H[a("«)OL,(")+about4H20. 

•79.    -63. 

about6300„  800    „ 

26. 

Zn(»*)01,(W)+6HaO 

•20.    09,    -21. 

8020       „  400    „ 

27. 

Na(»*^N,0e(">+12a,0   ... 
Positive  to  Water. 

•06,    02,   -22? 

-4192       «  400    „ 

28. 

Naj(»»)HaOa("»)+6H,0  ... 

•28,    -21. 

5880       „  200    „ 

29. 

„       sat  solution    

'19,  diminishing. 

30. 

K,(")HA«'"'+6HaO    ... 

•21,    -20. 

6502       „  200    „ 

31. 

Cu(''o)OL,("' sat.  solution... 

•16.    07. 

4610       „  200    „ 

32. 

Oufi»)SO/*o) 

•01. 

33. 

+60H,O 

•03,    08. 

116       „  200    „ 

34. 

Zn(i«)SO4(*<')4.20H2O 

•02,    03. 

390       „  200    .. 

36. 

Na,(«)SO,(")+50HaO    ... 

•02.    -19. 

-1383       „  400    ,. 

m 

Kat"iNjOg<«) 

Variable,  small. 

Probablj  negative. 
3144    for   400  H,0. 

87. 

K,(")OAO,(«*)+10HaO. 

•05,    -03. 

Indifferent  to  Water. 

38. 

Ka(")0l20.(")  sat  solution. 

0. 

Probably  negative. 

the  potential  of  the  slower  "  ion/^  and  in  No.  38  there  is  no 
sensiole  difference  of  potential  accompanying  the  difference 
of  ionic  velocity  indicated. 

8.  Besides  these  experiments  on  the  contact  potential  of 
acids  and  water,  the  following  three  values  were  obtained  be- 
tween pairs  of  acids.  They  are  of  interest  for  comparison 
with  the  other  results. 

Table  IV. 


Positive. 

Negative. 

D.P.  in  Volts. 

Nitric  Acid    

Hydrochloric  Acid  Solution 

Sulphuric  Acid 

Sulphuric  Acid 

•30 
•92 
•62 

Nitric  Aoid    

Hydrochloric  Acid  Bdution 

Digitized  by 


Google 


Geological  Society.  589 

I  am  indebted  to  Professor  Everett  for  permission  to  carry 
out  the  above  work  in  the  Laboratory  of  Queen's  College, 
Belfast,  for  suggestions  regarding  some  of  the  methods 
employed,  and  for  the  use  of  the  necessary  apparatus. 


LXIII.  Proceedings  of  Learned  Societies. 

OBOLOGIOAL  SOOISTT. 

[Continued  from  p.  887.] 

January  27,  1892.— Dr.  W.  T.  Blandford,  F.E.S.,  Vice-President, 
in  the  Chair. 

T^HE  following  oommunications  were  read : — 
-^     1.  "  On  the  HornblendeHBchists,  Gneisses,  and  other  Crystal- 
line Kooks  of  Sark."     By  the  Rev.  Edwin  Hill,  M.A.,  E.G.S.,  and 
Prof.  T.  G.  Bonney,  D.Sc.,  F.It.S.,  Y.P.G.8. 

The  authors  refer  to  Mr.  Hill's  paper,  published  in  1887,  for  a 
general  description  of  the  Island.  They  were  led  to  examine  Sark 
again  in  the  hope  that  its  rocks  might  afford  some  due  to  the 
genesis  of  the  hornblende-schist  of  the  Lizard.  They  describe  the 
structure,  macroscopic  and  microscopic,  of  the  various  foliated 
rocks.  These  are : — (a)  The  basement  gneiss,  a  slightly  foliated, 
somewhat  granitoid  rock,  probably  of  igneous  origin,  but  with  some 
abnormal  environment,  and  possibly  intrusive  into,  instead  of  older 
than  the  rock  which  succeeds  it.  (6)  The  hornblende-schists,  almost 
identical  with  those  of  the  Lizard,  but  in  one  case  yet  more  distinctly 
banded,  (c)  Banded  gneisses  sometimes  rather  fine-grained,  variably 
banded:  quartzofelspathic  layers  alternating  with  those  rich  in 
biotite  or  occasionally  hornblende.  Some  of  these  gneisses  resemble 
the  ''granulitic  group"  of  the  Lizard;  others  recall  certain  of 
the  less  coarse,  well-banded  gneisses  of  Scotland,  e,  g.  south  of 
Aberdeen.  Sometimes  they  are  much  '^ gnarled"  by  subsequent 
earth-movements,  by  which,  however,  as  a  rule,  the  crystalline  rocks 
of  the  Island  do  not  appear  to  have  been  very  seriously  affected. 
(d)  A  very  remarkable  group  of  local  occurrence  which  exhibits  great 
variety.  In  some  places  large  masses  of  a  dark  green  hornblende-rock 
are  broken  up  and  traversed  by  a  pale  red  vein-granite  or  aplite. 
The  former  rock  is  drawn  out  into  irregular  lentides,  elongated 
lumps,  and  finally  streaks,  and  has  been  melted  down  locally  into 
the  aplite.  This  then  becomes  a  well-banded  biotite  gneiss,  which 
macroscopically  and  microscopically  agrees  with  types  which  are 
common  among  the  Archaean  rockis.  Sark  therefore  presents  an 
example  of  the  genesis  of  such  a  gneiss,  and  the  authors  are  of 
opinion  that  probably  all  the  above-named  rocks  are  of  igneous 
origin,  but  became  solid  ultimately  under  somewhat  abnormal 
conditions,  to  which  the  peculiar  structures  (which  distinguish  them 
from  ordinary  igneous  rocks)  are  due.  They  attribute  the  banding 
to  the  effect  of  fiuxional  movements,  anterior  to  final  consolidation, 
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in  a  mass  to  some  extent  heterogeDeous.  This  hypotheeifi  they 
consider  may  be  applied  to  all  gneisses  or  schists  which  exhibit 
similar  structures — that  is,  to  a  considerable  number  (but  by  no 
means  all)  of  the  Archsean  rocks. 

The  second  part  of  the  paper  consists  of  notes  on  some  of  the 
dykes  and  obviously  intrusive  igneous  rocks  of  the  Island.  Among 
these  are  four  (new)  dykes  of  "  mica-trap,"  one  of  which  exhibits 
a  very  remarkable  "pisolitic"  structure.  The  variety  of  picrite 
described  by  Prof.  Bonney  in  1889  (from  a  boulder  in  Port  du 
Moulin)  has  also  been  discovered  in  situ, 

2.  "  On  the  Plutonic  Rocks  of  Garabal  Hill  and  Meall  Breao." 
By  J.  R.  Dakyns,  Esq.,  M.A.,  and  J.J.  H.Teall,  Esq.,  M.A., F.KS., 
F.G.8. 

The  plutonic  rocks  described  occur  in  a  complex  forming  a  belt 
of  high  ground  S.W.  of  Inveraman.  They  vary  considerably 
in  composition,  and  though  gradual  passages  are  sometimes  found 
between  more  or  less  acid  rocks,  at  other  times  the  junction  is 
sharp.  The  more  acid  are  always  found  to  cut  through  the  less 
acid  when  the  two  rocks  are  found  in  juxtaposition,  aud  fragments 
occurring  in  a  rock  are  less  acid  than  the  rock  itself.  Though  thus 
shown  to  be  of  different  ages,  they  must  evidently  be  referred  to  one 
geological  period.  The  first  rocks  to  be  formed  were  peridotites  ; 
then  followed  diorite,  tonalite,  granite,  and  eurite  in  order  of 
increasing  acidity. 

The  specific  gravities,  colours,  and  textures  of  the  rocks  are  con- 
sidered, and  a  detailed  account  of  the  constituent  minerals  given. 
The  essential  minerals  are  arranged  in  the  following  order,  based  on 
their  general  distribution  in  the  different  types  of  rock  : — Olivine, 
pyroxene,  hornblende,  biotite,  plagiodase,  orthoclase  and  quartz, 
microdine.  The  following  is  the  order  in  which  the  principal  con- 
stituents commenced  to  form  in  the  rocks: — Iron-ores,  olivine, 
pyroxene,  hornblende,  biotite,  plagiodase,  orthoclase,  microcline, 
and  quartz.  The  chemical  composition  of  the  rocks  is  discussed, 
data  being  furnished  by  a  series  of  analyses  made  by  Mr.  J.  H. 
Player,  and  a  diagrammatic  representation  of  the  molecular  relations 
of  the  different  bases  and  silica  is  given.  The  relations  between 
mineralogical  composition,  chemical  composition,  and  geological  age 
are  then  considered  ;  and  the  following  conclusions  are  reached : — 

(1)  That  the  various  rocks  have  resulted  from  the  differentia- 

tion of  an  originally  homogeneous  magma. 

(2)  That  the  chronological  sequence  from  peridotite  to  eurite 

is  connected  with  the  order  of  formation  of  minerals  in 
igneous  magmas. 

3.  "  North  Italian  Bryozoa.— Part  II.  Cyclostomata.'*  By  Arthur 
Wm.  Watere,  Esq.,  F.G.S. 
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ON  THE  VALUE  OF  THE  BRIGHTNESS  OF  SPECTRAL  COLOURS 
WITH  DIFFERENT  ABSOLUTE  INTENSITY.  BY  A.  KONIQ  AND 
R.  RITTER. 

T  PURKINJB  was  the  first  to  point  out  that  the  relative  bright- 
^  •  ness  of  different  pigments  was  unequally  influenced  by  a  change 
in  the  intensity  of  their  illuminations.  In  twilight  blue  is  brighter 
than  red,  even  though  for  mean  illumination  both  colours  seem  to 
be  equal.  Dove  and  Seebeck  subsequently  pursued  the  phenomenon 
more  minutely,  and  von  Helmholtz  found  that  it  was  also  to  be 
observed  with  spectral  colours.  If  two  differently  coloured  fields 
have  the  same  brightness  for  mean  illumination,  then,  after  equal 
diminution  in  the  objective  intensity  ol  both,  that  field  which  is 
illuminated  by  light  of  short  wave-length  will  be  the  brighter,  while 
after  an  increase  of  the  intensity  the  longer  wave-length  seems 
brighter.  Some  years  ago  Brodhun  *  investigated  this  "  Purkinje's 
phenomenon ''  quantitatively,  and  found  that  with  the  illuminations 
he  used  it  could  no  longer  be  observed  at  higher  limits ;  that  is  to 
say,  that  beyond  a  certain  illumination  all  colours  alter  their  relative 
brightness  to  the  same  extent  when  their  objective  intensity  is 
increased  to  the  same  extent.  Only  at  this  illumination  are  we 
entitled  to  represent  by  a  curve  the  distribution  of  intensity  in  the 
spectrum  without  any  special  statement  as  to  the  illumination  at 
which  the  comparisons  are  made.  Brodhun  has  made  and  pub- 
lished such  curves  for  my  own  eyes  (normal  trichromatic),  for  his 
own  (green-blind),  and  for  Eitter's  (red-blind). 

It  is,  however,  apparent  that  curves  of  the  distribution  of 
brightness  in  the  spectrum  can  be  obtained  for  each  degree  of 
brightness ;  they  possess  then  no  value  unless  at  the  same  time 
the  degree  of  brightness  is  given  in  such  a  way  that  the  curve  can 
be  reconstructed. 

In  a  comprehensive  research,  of  only  a  small  portion  of  which 
I  here  give  an  account  f ,  E.  Eitter  and  I  have  endeavoured  to  ob- 
tain such  curves  for  our  own  eyes,  and  for  those  of  some  other 
observers,  at  very  different  brightnesses.  In  the  change  of  form  of 
these  curves  with  increasing  absolute  intensity,  Purkinje's  phe- 
nomenon must  of  course  come  out,  so  that  with  increasing  bright- 
ness the  ordinates  increase  the  more,  the  longer  is  the  wave-length 
of  the  spectrum-li^ht  in  question ;  by  this  the  maximum  is  displaced 
in  the  direction  of  the  red  end. 

♦  E.  Brodhun,  Beitrdge  zur  Farbenlehre :  Inaugural  diss.,  Berlin  1887. 

t  A.  Konig,  "Ueber  den  Helligkeitswerth  der  Spectralfarben  bei 
verschiedener  abaoluter  Intensitau"  In  Bekrage  zur  Psychologie  und 
PfiAfsioloffie  der  Sinnesorgane,  von  Helmholtz-Festschrift :  Hamburg  and 
Leipzig,  1891  (Leopold  Voss). 
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The  observation  was  made  so  that  a  surface  which  contained 
light  of  the  wave-length  535  ^^  (thallium  green)  was  always  kept 
unaltered,  and  then  the  quantity  of  light  expressed  in  breadths  of 
the  slit  was  determined  which  was  necessary  to  attain  the  same 
brightness  with  the  various  wave-lengths  of  the  spectrum  in 
question.  The  reciprocal  of  this  breadth  of  slit  I  call  the  value 
of  the  brightness  of  the  spectral  light  examined  for  the  given 
illumination. 

The  lowest  degree  of  illumiuation  was  very  near  the  lower  limit 
of  excitation,  it  was  so  feeble  that  the  observer  had  to  be  at  least  a 
quarter  of  an  hour  in  absolute  darkness  to  perceive  it  at  all.  If 
we  call  the  quantity  of  light  1,  which  was  necessary  to  produce 
this  brightness  in  the  standard  green  field,  the  other  shades  of 
brightness  used  are  given  by  the  quantities  of  light  7  6,  256,  1024, 
4096,  16384,  65336,  and  262144.  The  last  degree  corresponds 
about  for  my  eye  to  the  illumination  under  which  a  white  paper, 
lighted  with  600  candles  at  a  distance  of  a  metre,  appears  when  I 
view  it  through  a  diaphragm  of  19  millim.  aperture. 

The  principal  results  obtained  by  the  various  observers  may  be 
summed  up  in  the  following  statements,  in  which  all  data  refer  to 
the  dispersion  spectrum  of  gas-light : — 

1.  For  all  observers  (two  trichromatic,  a  green-blind,  and  a  red- 
blind)  the  curve  for  the  values  of  brightness  had  almost  exactly 
the  same  form  for  the  darkest  shade,  and  it  was  that  which  has 
been  observed  by  Bonders,  Hering,  Dieterici,  and  myself  for  greater 
shades  of  brightness  in  congenitaJ  monochromasy.  Its  maximum 
was  at  about  535  hjjl* 

2.  As  the  brightness  increases  the  maximum  increases  with 
trichromatic  persons,  at  first  slowly,  then  more  rapidly,  and  at 
length  very  slowly  again.  In  the  highest  shade  used  it  is  about 
610  fifi, 

3.  8o  far  as  the  observations  extend,  green-blind  persons  exhibit 
the  same  phenomena  as  the  trichromats. 

4.  With  red-blind  persons  the  maximum  moves  at  first  towards 
the  long  wave-length,  but  with  mean  illumination  attains  the 
wave-length  570  /i/t*,  and  remains  here  stationary  for  higher  shades 
also,  so  far  as  the  observations  extend. 

The  statement  in  (1)  was  foreseen  by  Mr.  E.  Hering  and  the 
adherents  of  his  theory,  and  was  also  observed  shortly  before  the 
publication  of  our  investigations.  But  that  we  are  not  justified  in 
seeing  in  it  a  proof  of  the  correctness  of  this  theory  follows  from 
the  observation,  also  made  simultaneously  by  myself,  that  the 
distribution  of  brightness  in  the  spectrum  in  individual  cases  is 
also  unchanged,  when  by  certain  pathological  processes  the  real 
sensation  of  colour  is  completely  lost  and  only  the  sensation  black- 
grey-white  remains. — Wiedemann's  Annahn^  No.  3,  1892. 
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ON  THE  GLOW-DISCHARGE.      BY  E.  WARBURG. 

The  results  of  the  present  investigation  are  thus  siunmarized  by 
the  author : — 

1.  The  electrostatic  attraction  which  a  plane  cathode  surface 
experiences  in  the  glow-discharge  can  be  measured  by  the  balance, 
and  from  it  the  electrical  force  and  the  surface-density  on  the 
cathode  surface  can  be  determined.  That  attraction  is  proportional 
to  the  density  of  the  current,'and  for  bright  platinum  and  aluminium 
electrodes  amounts,  in  milligrammes  per  ampere,  in 

Dry  nitrogen from  0*5  to  2  mm.  pressure,  1300-2400, 

Slightly  moist  nitrogen  . .  „  „  „  600-800. 

Hydrogen   from  1-3  mm.  pressure,         200-350. 

2.  In  the  negative  glow-light  there  is,  as  A.  Schuster  has  pointed 
out*,  an  excess  of  free  positive  electricity.  The  amount  of  this 
positive  charge  is  opposite  and  equal  to  the  negative  charge  of  the 
cathode.  Like  this  charge  it  is  proportional  to  the  square  root  of 
the  density  of  the  current,  and  has  been  found  to  amount  to  about 

20-10        ^^     for  I  milliampere  per  square  centimetre  with  bright 

sq.  cm.  ^ 

platinum  and  aluminium  cathodes  in  nitrogen  and  hydrogen. 

3.  The  surface  of  an  anode  is  much  more  feebly  attracted,  and  is 
therefore  much  more  feebly  charged  than  the  surface  of  a  cathode. 

If,  then,  two  infinitely  large  parallel  electrode  surfaces  are  oppo- 
site each  other,  they  are  equally  strongly  charged  only  so  long 
as  the  electricity  is  in  equilibrium.  If,  however,  the  glow-discharge 
passes  between  the  surfaces,  the  charge  of  the  anode  is  feebler  than 
the  charge  of  the  cathode  by  the  excess  of  free  positive  electricity 
which  is  present  in  the  gas  through  which  the  current  passes. 

4.  At  the  normal  density  at  which  the  negative  glow-light  can 
spread  freely  over  the  cathode,  the  electrical  force  at  the  cathode 
decreases  with  decrease  of  pressure,  and  is  less  for  hydrogen  than 
for  nitrogen,  in  accordance  with  the  laws  of  the  striking-distance. 
At  normal  density,  therefore,  the  excess  of  free  positive  electricity 
in  the  gas,  mentioned  under  3,  decreases  with  decrease  of  pressure. 

6.  The  material  electrical  charge  of  the  gas  which  takes  place  in 
the  glow-discharge  brings  with  it  an  increase  of  the  hydrostatic 
pressure,  and  therefore  under  ordinary  circumstances  "produces 
eddy  currents,  which  flow  between  limited  electrodes  from  the 
anode  to  the  cathode,  and  may  account  for  the  so  frequently 
observed  transfer  of  matter  in  the  direction  of  the  positive  current. 
— ^Wiedemann's  Annalen,  No.  1,  1892. 

*  Proc.  Roy.  See.  vol.  xlvii.  p.  541  (1890). 
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responding" temperatures,  pres- 
sing, and  volumes,  153. 

Zinc  oxide,  on  the  light  emitted  by 
incandescent,  19. 
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